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bl UD\ OT 1 HI COMPLLX FORMATION BL I WEI N ML RCURIC 
( HI ORIDl AND SOI UBl 1 (111 ORIDI S BY THE 
1 f EC IRICM ( ONDIK IIVIIY ME I HOD 

Pat /I ( mf le\ (. I lotoMinnric A uh 
By \run K Diyand V k Bhahvcharyv 

DFPARrMlM tl ( niMlilRY, UM\lRblIY*)l SAlTAt 
(Rf / on ^pul 1947) 

\bstract 

Ihc complex toimilion between mercuric chloiidc ind hjdrochloric 
icid his been itncstigUed bv thcckcmcil lonductuity method It his 
been concluded thTt the complex compounds, IICl, II Clj, 2IICI, lli,( I2 
and 4HCI, HgC Ij exist in solution 

ihe enhanced solubility of mcrcutic chlotidc in presence eif h\dio- 
chloiic acid was neitcd bv Rose* and liter Lc B1 me and Nenes’ interred 
the formation ot complex ions in solution Various workcis, notably 
Dittc'^and She till* studied the eomposition of these complexes Numerous 
workers have tiled the isolation ind inalysis of the complex compounds, 
but the results obtained aie still not convincing In recent years, kiish 
namuiti®, Braunc and 1 nglebreeht®, and Bernstein and Martin’ have 
adopted physieo chemical methods fe>r the study of the composition of 
the complexes formed in solution, and their results together with those 
obtained by Nayir and Saraf® lead us to believe that in all eases IIHgCl, 
IS formed in the solution 
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In this p iper, wt hivt studied this problem from tlcctrit uinduc 
tivity measurements 

1 XPlRlMFNrAI 

The electrical conductivity for an M/ioo mercuric chloride solution 
diluted with an equal volume of water was 6 343 x 10 • mhos at 30“ 

The electrical conductivity of hydrochloric cid solutions of different 
concentrations were determined Ihe results are tabulated belov 


lemperature 30" 


lABLl- I 


Concentration of hydr ichlotic acid solution 


Electncal conductivity 
in 10 * mhos 


M 10 

M/20 

M 30 

M/40 

M/45 

M/jc 

M/60 

M/70 

M/80 

M/90 

M/ioo 

M/i 10 

M/X20 

M/i3o 

M 140 

M/150 

M 160 

M/180 

M/200 

M/240 

M/280 


37*8 
1978 
13 14 

9 79 > 
8*6oo 

7564 
6 ,84 

3 619 

4 866 
4 562 

3 937 
, 670 

3 *89 
a 966 

2 880 
2 646 

^•49 5 
2 120 
2 064 
1*642 
j 569 
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Tabie II 


Temperature 30° 


Final ojnccntidtions of the 


IV tliu 

Flcctnoil conductivity 

constituents in the mixture 

HgCl, 

H( 1 

m lo** mhos 

HgCl, 

HCl 




M/200 

M/io 

I 

20 0 

37904 

») 

M/zo 

I 

10 0 

19 884 


M/30 

T 

6 67 

13 224 


M/40 

1 

5 00 

9 989 

» 

M /45 

1 

A n 

8 921 


M/,0 

1 

4 00 

8 120 

■ 

M/60 

1 

\ 3 ? 

6 600 


M/70 

I 

2 86 

5 ^>31 

9 > 

M/80 

I 

2 50 

4 9 ^:> 

9 * 

M/90 

1 

2 22 

4 606 

»* 

M/ioo 

1 

2*00 

A 185 

99 

M/i 10 

T 

I 82 

3 735 

»9 

M/izo 

1 

1 67 

3 35 5 

>» 

M/ijo 

I 

1 54 

3 012 

99 

M/140 

I 

I 45 

2 937 


M/150 

1 

I 33 

2 703 

99 

M/160 

I 

1 25 

2 589 

99 

M/180 

I 

1 IT 

2 202 

99 

M/200 

I 

1 00 

2 173 

>9 

M/240 

1 

0 

00 

I 670 

19 

M/2 8o 

I 

0 71 

* 593 


Discussion 

The electrical conductivity of the mixture m a complex forming 
system depends on the number of ions formed by complex formation, and 
also on the respectixe ionic mobilities of the new 10ns Any deviation 
from the additive values may be ascribed to be due to the complex for- 
mation. With this criterion, we have in the following table calculated 
the percentage change in electrical conductivities of mixtures of mercuric 
chloride and hydrogen chloride of various compositions, due to the forma- 
tion of complex 10ns, 
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Table 111 


Gimposjtion of 
the mixture 
MgCl, : HCl 

Sum of the conduc- 
tivities of the consti- 
tuents in 10-® mhos. 

Observed con- 
ductivity of 
the mixture 
in 10-® mhos. 

Difference 

in 

10-* mhos. 

Pcrceniagc 

difference. 

1 

20*0 

37-88 

37*904 

1*04 

0*28 

I 

lO'O 

19-78 

19*884 

1*04 

0*5 3 

T 

6-67 

13-14 

13*224 

1*84 

1*40 

1 

5*00 

9*799 

9989 

I 90 

1*94 

I 

4-24 

8*606 

8*921 

3*15 

3*66 

I 

4 00 

7-670 

8 120 

4*50 

5-86 

1 

3-33 

6-390 

6 *600 

2*10 

3-28 

1 

2*86 

5-611 

5-651 

0*36 

0*64 

I 

2*50 

4-872 

4-923 

0-51 

1*04 

1 

2*2 2 

4-368 

4* 606 

2-38 

5*45 


2'00 

3 ’ 94 t 

4-185 

2 42 

6*14 

1 

1-82 

3-676 

3 * 7^5 

0*59 

i*6o 

1 

1*67 

5 ‘ 30 J 

3*355 

0-50 

1-51 

1 

1*54 

2-972 

3012 

0*40 

1*34 

I 

r42 

2-885 

2*937 

0-51 

1-76 

1 

^•?3 

2-6j2 

2 703 

0 61 

1-92 

1 

1-25 

2*501 

2-589 

0*88 

3*52 

1 

rii 

2*116 

2-202 

0*76 

3*57 

1 

I’OO 

2*070 

2 173 

1 05 

4-97 

I 

0-85 

I 648 

V (^'^0 

0-22 

1*33 

1 

o'7i 

I 37^ 

1'393 

0*18 

1-50 


From the results given in table IV, we have plotted a graph show- 
ing the change of percentage difference with composition of the mixture. 
It is seen from the graph that the maxima points correspond to the follow- 
ing ratios of HgClj ; HCl - i : i ; i : 2 and i : 4. Thus we have evidence 
of the complex compounds, HgClg, IlCI; HgClj, 2HCI and HgClg, 4HCI 
in the solution. 

'Vc therefore conclude, that the compounds formed by the 
complex formation between mercuric chloride and hydrogen chloride 
are different in composition, depending on the concentrations of the 
constituents, 
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I’IXATION AND LOSS OF NITROGHN AND THE SOURCF 

OF SOIL NITROGEN 

By N, R. Dhar 
{Ktad on 15 /A Septtmbrr, 1947) 

RusselF has reported that the nitrogen content of the soil in wheat 
plot 2 B in Rothamsted in 1865 was 0.196^ i.e. 4850 lbs. of nitrogen 
per acre and in 1914 the total nitrogen went up to 0.236^ i.e. 5390 lbs. 
total nitrogen per acre when farmyard manure at the rate of 14 tons erm- 
taining zoo lbs. of nitrogen were added per acie. From our ixperiments 
with cowdung we find that the ratio of C : N is 2001 21 : i. Assuming 
20 : 1 as the C : N ratio of farmyard manure in Rothamsted, the amount of 
carbon introduced in Rothamsted is approximately 4000 lbs. per acre. 
Our experimental results with nitrogen fixation usmg cowdung as the 
energy material show that when the total nitrogen content of the system 
is 0.180%, the efficiency i.e. the amount of nitrogen fixed per 1 gm. of 
carbon oxidized is 14.6 milligrams in the light and 7.7 mg. in the dark. 
We have also observed in all our experiments on nitrogen fixation that the 
efficiency falls 06F as the intitial N content increases. It is expected that in 
Rothamsted where there is less sunshine that the efficiency in sunlight is 
likely to be 10 mgm. and 3 mgm. in the dark with a soil containing 0.196^ 
N as in 1865. It appears that out of a total of 4000 lbs. of carbon added 
in the form of farmyard manure, 3000 lbs. may be oxidized per year and 
may fix 30 lbs. of nitrogen per acre per year. In subsequent years when 
the nitrogen content of the soil increases the efficiency will fall off and the 
nitrogen fixation pet year may drop down to 13 to 20 lbs. per year. In 
49 years from 1863 to 1914 the average nitrogen fixation or increase 
per year was actually 15.1 lbs. per acre. The same soil contained o.izio% 
nitrogen t.e. 5233 lbs. nitrogen per acre in 1893 whilst in 1843, it was 
o.i2z% corresponding to 2890 lbs. per acre. Hence the nitrogen fixed per 
acre is 2343 lbs. in 62 years i.e. 37.8 lbs. per year. In Woburn using 100 
lbs. of nitrogen in the form of farmyard manure to a field containing 
0.136^ nitrogen upto 1888 the total nitrogen increased to 0.171^ in the 

6 
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tears from 1876 to 1888 This experiment, therefore, shows a gain of 1? 
lbs of nitrogen per year 

On the other hand, when 4 ? lbs of nitrogen as ammonium sulphate 
were added with minerals the soil nitrogen which was o iz 2 .% t e 2890 
lbs per acre in 1843 fell to o 1107^ 1 e 2629 lbs per acre in 189^ Ni 
tiogcn added in the form of manures in 50 years was 2150 lbs and the 
Cl op took up 40 lbs per ycai Rain and seed supplied 350 lbs in 50 
years lienee there is a dead loss of 760 lbs in 50 years / ^ 15 j lbs 
per \cir even when m inured with 43 lbs of nitrogen per year in Rothams 
ted On the addition of 86 lbs of nitrogen per year the soil contained 
0119^ ti 2818 lbs per aeie Hence the loss from the soil is 72 lbs 
of nitrogen in 50 ye irs during which periot 4300 lbs of nitrogen were 
added as ammonium sulphate and the crop consumed 44 lbs per year / 1 
2200 lbs in 50 years Rain water and seed also supplied 350 lbs Hence 
the dead loss in this case is 50 5 lbs per year Moreover on the iddition 
of 129 lbs of mtrogen is ammonium sulphate per yeai the soil nitrogen 
rose to 0129^ le 30JJ lbs per acre 101893 whilst in 1843 it was 
o 122^ Hence in this ease the gain in soil nitrogen is only i6j lbs in 
30 years The manure added 6430 lbs and ram and seed another 330 
lbs Hence the total added nitiogen is 6963 lbs out of which the crop 
took 46 lbs per acre per ye ir / 2300 lbs in 30 years In this case on 

the addition of 29 lbs of nitiogen is ammonium sulphate, the dead loss 
in 30 years is 4318 lbs 1 1 93 lbs per acre per year 

On the other hand in the unmanured plot the nitrogen content in 
1893 was o 0990^ n 2345 Jbs per acre whilst the original nitrogen was 
o 122^ it 2890 lbs per acre Hence in this ease the fall in nitiogen in 
the soil in 30 years is 345 lbs 1 he crop was using 1 7 lbs per acre 
Hence the nitrogen balance is as follows — 

Taken up by the crop Rain water and seed Difference 

830 lbs 330 lbs 500 lbs 

whilst the soil lost 343 lbs Hence the dead loss is only one pound per 
year per acre 

It is clear, therefore, that when about 100 lbs of nitrogen are added 
in the form of ammonium sulphate even in England more than 60 lbs is 
lost without benefit to the crop or the soil and the majority of the nitrogen 
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added is lost. In India the loss is certainly greater as our experiments 
with ammonium sulphate reveal. 

If intensive cultivation is done and if the soil nitrogen has to he 
maintained at a steady level wc should be prepared to add nitrogen as 
ammonium sulphate to the extent of too lbs. of nitrogen per acre for a 
good crop yield but about z/^rd of it may be lost as gaseous nitrogen. 
This loss is mainly due to the formation and decomposition of the unstable 
substance ammonium nitrite in the processes of ammonilication and nitri- 
fication, which arc oxidation reactions. 

Russell and Voelckcr* have emphasised that in Woburn experiments 
there were residual effects even of ammonium sulphate and sodium nitrate, 
although this has not been observed in Rothamsted. These observations 
can be readily explained from the viewpoint that when sodium nitrate, 
ammonium sulphate or any nitrogenous matte.' is added to the soil the 
crop will obtain their nitrogen requirements from these manures and not 
from the soil as happens when crops are grown in unmanured fields. 
Moreover, as there is more crop in the m.inured fields, the plant residues 
left in the fields after harvesting arc larger in amount than in unmanured 
fields and hence more nitrogen fixation is possible In manured fields tlian 
in the unmanured ones. In foregoing pages it has been stated that when 
ammonium sulphate at the rate of 43 lbs. 86 lbs. and 129 lbs. per acre 
has been added annually the nitrogen content of the soil after harvesting 
the crop is greater than in the unmanured field and hence the crop pro- 
duced in subsequent years will be larger in the former ones even wi*-h- 
out application cif manure than in the latter. This is supported by the 
Rothamsted results showing that the total N content of the unmanured 
field IS o'o95^ against 0*099^ using artificial manures. 

It is well known that the chief object of starting the Woburn experi- 
mental station was to test experimentally whether the dung obtained from 
animals fed on decorticated cotton cake has better manurial value on soils 
than the dung obtained from corn feeding. After 50 years experiment 
Russell and Voelcker® stated as follows : 

“ A review of the results forces one to the conclusion that the experi- 
merts have entirely failed to show any marked superiority of cake feeding 
over corn feeding on this soil ”. 
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These unexpected results have not yet been explained by the workets 
in Rothamsted or Wobuin but will be quite clear ftom the following 
consideiations 

In the Woburn experiments in the cake 45 lbs of NII3 / f 37 lbs 
nitrogen were added per acre, whilst with corndung 18 lbs NH3 added 
te 14 8 lbs nitiogen were added 

Now if we take C N ratio in corndung as 50 then the carbon added 
IS 444 lbs per acre, out of which approximately i/4th t e iii lbs remains 
m the soil Then about 3 30 lbs of carbon is oxidised in the soil per year 
This may lead to a fixation of 6 lbs of nitrogen Hence the total 
nitrogen in the corndung is 6+ 15 lbs =21 lbs per acre I\cn if we 
assume that the C N is 20 i in corndung,thc carbon added is 296 lbs per 
acre and if ijo lbs are oxidised yielding 2 lbs of fixed N and making a 
total of 17 lbs of nitrogen per acre The soil contains nearly o 136% t e 
5500 lbs total nitrogen and hence the tot 1 nitrogen in the cake dunged 
field IS 3300+ 37 lbs =3537 lbs and in eorndunged field is 3500 + 21 lbs a> 
3521 lbs. per acre If we assume that about z% of the total nitrogen is 
in the available form, then the available nitrogen becomes 70 7 ibs per 
acre in the cake dunged field and 70 4 lbs m the corndunged field and 
thus the crop should be identical 

E en when the total nitrogen < f the soil drops to o 093^ after conti 
nuous cultuation, the total nitrogen in the sell Lecomes 2082 lbs per 
acre and if 2^ is in the available form then the available nitrogen 
becomes 41 6 Ibs per acre But if we idd the cake dung or com dung, 
the total nitrogen m the cake dung becomes 2082 + 37 lbs = 2119 lbs 
making 42 4 lbs available nitrogen per acre, whilst with com, the total 
nitrogen and available nitrogen become 2103 lbs and 42 lbs lespectively 
This also should produc e the same crop On the other hand, if nitrogen 
IS added in the form of ammonium sulphate or sodium nitrate instead of 
the cake the position becomes different atonte as will be evident from the 
following lines — 

The original available nitrogen present in the soil is 70 lbs per acre, 
whilst the available nitrogen added is 37 lbs (equivalent to the cake 
dung) and this makes 107 Ib^ per acre, whilst with com dung equivalent 
of nitrogen added as ammonium sulphate or sodium nitrate, the total axai* 
F » 
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lablc nitrogen comes upto 70+15 lbs = 85 lbs These amounts of avai- 
lable nitrogen should produce better crops than with dung, more so with 
the first case than in the second but both the crops should be better than 
with dungs This is corroborated by the Woburn experiments 

SoLRCF or Soil Nitrogfn Compounds 

According to Hall* leguminous plants or rather the bacteria with 
which they arc associated arc probably the original source of world’s 
stock of combined nitrogen Russell* has stated “In England they had 
established that the source of nitrogen in the soil was leguminous plants 
But in the and regions of U S \ they failed to get clear evidence of 
fixation by leguminous plants ’ On the other hand Dhat* has cmphasi 
sed that the nitrogen status of a soil is permanently increased by the addi- 
tion of cow manure (farmyard manure) or other carbonaceous substances 
e ^ molasses, leaves, hay etc which are oxidised in the soil c using 
nitrogen f xation but not by legumes which do not leave a residual effect 
on the soil for long The sources of soil nitrogen is this fixation of 
atmospheric nitrogen ind the added nitrogenous matter present m plant 
residues 

This conclusion of Dhir is supported by the following classical 
observations made at Rothamsted and Woburn The Hoos field (Rotham 
sted) experiments with red clover were continued from 1849 *®77 

during which clover was sown 1 5 times but only produced a crop in 
seven years This land was divided into a number of small plots from 
1878 and sown with various leguminous plants like lucerne, peas, beans, 
\ etches etc At first a fair growth of some of the plants was obtamed 
on the land which had ceased to carry red clover but in later years there 
were repeated failures of growth The land got very foul and in a poor 
mechanical condition Hence m 1898 the greater part of the land was 
sown with wheat without manure and the result showed that the legumi 
nous crop left residual nitrogen in the soil but this residue was rapidly 
exhausted and after five years there was hardly any effect left It appears, 
therefore, that the continuous growing of leguminous crops is a difficult 
busuiess and the residual effect lasts for a short time On the other hand 
the residual effect of farmyard manure is far more permanent Thus one 
of the permanent barley plots in Rothamsted received 14 tons of farmyard 
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manure containmg aoo lbs of nitrogen per year from 1852 co 1871 It 
was then divided mto two plots one of which received no manure of any 
kind, and the other continued to receive farmyard manure The produce 
in the barley plot on the half receiving no manure since 1872 was double 
of that obtained from the continuously unmanured plot even after 30 
years In Rothamsted experiments with hav, farmyard manure was 
applied for the first 8 years at the rate of 14 ions per acre The applica 
tion was discontinued but the beneficial effects lasted for 40 years 
Similar lasting residual effect of farmyard manure has been reported in the 
Woburn experiments ’ Moreover, a plot of land in the Gecscroft field 
(Rothamsted) coveted with grass without any leguminous plant showed 
an mcrease in nitrogen from o to8 to o 145 % in 20 years 1 1 44 lbs of 
nitrogen per acre pet annum 1 he following results were obtained on 
Broadbalk plots to which ammonium sulphate was annually added since 
1844 and sodium nitrate since 1832 The original nitrogen in the soil 
was probably o 122^ 

Ammonium Sodium Farmyard 

sulphate nitrate manure 

Nitrogen added pet acre iQ lbs None 43 86 129 45 86 200 

Nitrogen in soli ,4 m 1914 o 104 o iii o 119 o 129 01160111 0256 

It appears therefore, that there was deterioration of soils with 43 lbs 
and 86 lbs but with 129 lbs nitrogen added as ammonium salt or 
nitrate the nitrogen of the soil remained practically stationary, whilst 
farmyard manure which can fix atmospheric nitrogen improved the soil 
status markedly Leguminous crops with a C/N ratio of about 12 to 13 
adds total mtrogen temporarily and this is nitrified fairly quickly and 
the available nitrogen thus produced is partially absorbed by the crops 
and partially lost as nitrogen gas In this respect they rc«emble artificial 
farmyard manure (compost ) Because of the presence of carbonaceous 
compounds in the legununous crops the nitrification of the nitrogenous 
compounds is retarded to a certain extent and hence the residual effect 
may last for 2 to 5 years whilst with ammonium ^alts there is hardly 
any residual effect even in the second year Farmyard manure, however, 
with a C/N ratio of 20 or more has been found to fix atmospheric 
mtrogen and the carbonaceous compounds in farmyard manure preserve 
the soil mtrogen from rapid mtrification and loss by actmg as negative 
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catalysts in ihe ammonication and nitrification processes, which ate oxi- 
dation reactions and the residual tffcct may last for a very much longer 
period. The leguminr us crops arc plants rf a vciy special \ariety and 
have to be aided by bacillus radicicola or other symbiotic bacteria for 
nitrogen fixation. Theit plants and bacteria do not occur in all soils. 
Hence it is diificylt to assume the presence cT these plaiiis and bacteria 
in newly formed soils where nitrogen fixation takes place readily and this 
process may be a physicc -chemical and nrn-biological reaction aided by 
light absorption. At a laiei stage in the evolution of the soil, Azoto- 
bacter and bacillus radicicola with legumes may' appear and help in the 
soil enrichment. The recent report of Keen* that the residual effect of 
artificial manures in Cyprus is more pronounced than organic manures 
is contrary to the experiences in India, ( eylon. South Africa, French 
Morocco and Greece but his observations on the additions of organic 
matter to tropical soils arc explicable from the viewpoint advanced here. 

Summary 

(i) Experimental results on manuring show that ammonium sulphate 
or sodium nitrate only improves crop pioduction but docs n<<t increase 
soil fertility and the total nitrogen content of the soil. When loo lbs. of 
nitrogen per acre of arable land are added as ammonium sulphate almost 
6j lbs. are lost without benefit to the soil or crop. 

(a) Cow dung, farm yard manure, leaves, molasses, hay etc. contain- 
ing carbonaceous compounds not only fix atmospheric nitrogen and 
enrich the soil but act as a preserver of the nitrogenous compounds by 
functioning as negative catalysts in the processes of ammonification and 
nitrification, which arc oxidation reactions. The loss of soil nitrogen is 
mainly due to the rapid nitrification of nitrogen compounds with the 
formation and decomposition of the unstable substance ammonium 
nitrite. Hence organic manures improve crop production and also the 
fertility of the soil permanently. 

(3) It appears that the source of the world’s stock of combined 
nitrogen in the soil is the fixation of atmospheric nitrogen by the oxida- 
tion of carbonaceous compounds present in the organic manures and the 
added nitrogenous compounds present in the plant residues. Farm yard 
manures leave beneficial effects on soils for 30 or even 40 years after 0ieir 
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addition, whilst legumes can have residual effect for not more than fix e 
years. 
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OXIDATION OF EDIBLE SUBSTANCES BY HYDROGEN 
PEROXIDE WITH IRON AS CATALYST 

By N. R. Dhar and B. V. S. Raghavan 

(ReaJ OH ijtb Siptember , 1947) 

Edible substances like fats, carbohydrates and pr(<teins arc easily 
oxidized in the animal body. In normal health slow and simultaneous 
oxidation of food materials containing fats and carbohydrates and proteins 
takes place but in diabetes glucose, which is the chief energy material 
under normal conditions does not take part in the oxidation. Hence the 
oxidation of the other materials like proteins and fats has to be hastened 
in the human body and this produces acetone bodies harmful to the 
system. 

In this laboratory Chakravarti and Dhar^ carried on experiments 
with hydrogen peroxide as oxidising agent in presence of ferric salt as a 
catalyst and in this paper our observations and results arc recorded in 
extending the same line of investigation with other food materials. 

Experimental 

(a) o.j gr. of the organic substance was mixed with 50 cc. water to 
which 10 cc.fof I rz vol. hydrogen peroxide were added with Icc. of ferric 
sulphate, containing 0.00 j gr. of iron. The mixture was kept at 50* for 
60 hours. Then it was distilled and to the distillate which was free from 
hydrogen peroxide, xo cc. of N/io caustic soda and 10 cc. of N/io iodine 
were added and was set aside for lo minutes and the amount of iodine 
used up was estimated. 

(b) 0.5 gr. of oil and o. j gram of dextrose were taken and ij cc. of 
carbon tetrachloride were added. Then 50 cc. of a mixture containing 
equal volums of 5 % alcoholic iodine and (>% alcoholic mercuric chloride 
which were mixed a day before were added to the oil and dextrose mixture 
which was left overnight and the amount of iodine used up per 100 gr. 
of oil was estimated. 

X4 
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(c) o j gr of Oil was taken and lo cc of hydrogen peroxide and lee 
of the same ferric sulphate solution and 50 ec of water were added to the 
oil and this mixture wis kept at 50° tor 60 hours Then it was distilled 
free from hydrogen peroxide and the residue was treated in the manner 
dcseribed in (b) The difference between (b) and (c) gives the amount 
of oil oxidised in terms of iodine A «mall correction has to be applied 
for the amount of lodme taken up by dextrose in (b) and with o j grm 
dextrose o 02 gram of iodine was absorbed 

It was observed by Dhar and collaborators** and by Moureu 
and Dufraissc* that the slow oxidation of substances is retarded by 
reducing agents which usu illy undergo oxidation along with the primary 
change 

Not only fats and proteins produce compounds of aldehydic and 
ketonic nature but the carbohydrates as well The explanation is not far 
to seek The carbohydrates on oxidation gi\ e rise to glyceric aldehyde 
and laetie aeid and these produce acetaldehyde* The higher fatty 
acids gradually undergo oxidation to compounds containing smaller 
amounts of carbon by oxidation* and finally to butyric acid which may 
give rise to acetone bodies Proteins hydrolyse and gne alanine and 
other amino acids These m turn produce acetaldehyde and other aldehydic 
bodies 

Oxidation of sodium tartrate, sodium citrate, sodium oxalate, sodium 
acetate, butter, ghee, gmgeli oil, castor oil, cocoanut oil, groundnut oil, 
mustard oil, Isctic acid, stearic acid, sodium palmitate, sodium oleate, 
yc]lo>v of the egg, white of the egg, and dextrose was studied and also 
the effect of varying the amount of dextrose from o 5, 1, i 5, to 2 grs 
A glance at the t ble no i shows that sodium tartrate tops in the list 
in the formation of acetone bodies when it is individually oxidised stable 
no I, column no 2 ) with hydrogen peroxide Then come palmitate and 
oleate, dextrose, and ground nut oil Ground nut oil and dextrose are 
comparable m their oxidisability When oxidised alone yellow of the 
egg, butter, ghee give small amounts of acetone bodies (o o2gr) stearic 
acid gives the least amount of acetone bodies (o oo5gr ) Yellow of the egg 
gives greater amount of acetone bodies than the white (00199 against 
o oi4igr ) 
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Table i 

Amounts oj acetone Ijodtes got {tn terms of iodine) with o*j gr 
substance + car Ijo hydrate. 


1 

2 


4 

5 

6 


Acetone 
bodies with 
H, 0, only 

Acetone 

Acetone 

Acetone 

Acetone 

Substance. 

bodies with bodies with 
Ha O, +o.5gr 11 * 0 *+ igr 

bodies with 
H, 0 *+ 1.5 

bodies with 
H,0|+2grs 


Dextrose 

Dextrose. 

grs Dextrose, 

Dextrose, 

Sodium urtrate. 

0.1709 

0.0054 

0.0072 

0 0093 

0.0098 

Sodium palmiutc. 

0.1370 

0.0059 

0.0059 

0.0079 

0 008 

Sodium oleace. 

0.1094 

0 0052 

0.0073 

0.0092 

0.0097 

Sodium acetate. 

0.0976 

0.0046 

0.0092 

0.01 1 1 

0.0113 

Sodium citrate. 

0.0939 

0 0081 

0.0123 

0.0141 

0.0144 

Sodium oxalate. 

0 0893 

0.0116 

0.0x52 

0,0171 

0.0171 

Dextrose. 

0.0765 

• • • ■ 

• • • e 

• • • k 

• • • • 

Ground nut oil. 

0.0720 

0.0214 

0.0234 

0 025 X 

0.0269 

Cocoa nut oil. 

0.024 

0,0059 

0.0069 

0.0079 

0.0079 

IjaiCtxc acid. 

0.0204 

0.0069 

0.0069 

0 0079 

0.0079 

Mustard oil. 

0.0204 

0.0073 

0.0073 

0.0082 

0,0079 

Castor oil. 

0.0204 

0.0059 

0.0047 

0 006 

0.0074 

Yellow of the Egg. 

0.0199 

0.0041 

0.0047 

0.006 

0.0074 

Butter. 

0.0157 

0.0039 

0.0067 

0 0067 

0.0079 

Ghee. 

0.0153 

0,0067 

0 0059 

0.0052 

0.0079 

White of the Egg. 

0.0141 

0.006 1 

0 0063 

0.0071 

0.0074 

Gingcli oil. 

0.0x39 

0.0067 

0.0067 

0.0073 

0.0079 

Stearicacid. 

0.0059 

0.0067 

0.0052 

0.0073 

0.0079 

Then o.3gr. of each 

of the above substances 

was mixed with o.5gr. 


of dextrose (table no i, column 3). Sodium tartrate which gives the 
maximum amount of acetone Ixidics in the and column now produces 
minunum amount (0.003 4gr against o.iyopgr) In this scries of experi- 
ments ground nut oil gives the maximum amount of acetone bodies 
(0.021 4gr.) Ghee, butter, mustard oil give acetone bodies of the order 
of about (o.ooSgr). Hence the marked effect of dextrose in lowering 
the formation of acetone bodies. 

For example taking the minimum case in column 3, table no i vi:^. 
o.jgr. of dextrose and o.jgt. of tartrate give o.oo34gr. of acetone bodies 
while they ought to give 0.0763 + o. 1709 so. 2474gr had there been no 
retardation. 

The effect of increasing the amount of dextrose from 0.5, 1, i'3, to 
a grs. was also investigated (table i columns 3,4, 3, 6). The amount of 
acetone products formed rises with the increase in the amounts of dextrose 
(upto i.3gr. of dextrose) in the case of sodium tartrate, palmitate, citrate 
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namely with substances which give high amounts of acetone bodies when 
they arc individually oxidised with hydrogen peroxide With slowlv 
oxidisable substances like butter, ghee changing the amounts of dextrose 
has relatively smaller effect 

The mixed oxidstion of fat, eitbohvdrate and protein wss also studied 
(table 2) In this senes of experiments dextrose and fit together were 
mixed with the white of the egg or yellow of the egg and the effect was 
studied With white the maximum amount of acetone bodies is piven 
by sodium tartrate (ooi34gr column z table 2) and the minimum with 
lactic acid (o oo68gr ) Ghee and butter give about o oo8gr With the 
yellow of the egg the maximum is gi\en by tartrate o 0041 gr and the 
minimum by butter, ghee, and mustard oil (column 5 table 2) Here also 
the decrease of the acetone body formation in the mixed oxidation of 
fats and proteins and carbohydrates is apparent From the table we 
can sec that the amount of acetone bodies got by the yellow of the 
egg IS much smaller than the acetone bodies given by the white (the ratio 
IS about I 3) 

Table 2 

Amounts of dcelone bfdns got tn Urns of todtne tn th mt\td ostdaUon 

of o i s,r Fat + 0 5 protein + o 5 i,r De\irose 

\cetoae bodies Acetone bodies 
with o 5gr with o jgt 
Substance Dextrose + Dextrose + 

o j white ot o 5gt of yellow 



egg 

of egg 

Sodium tartrate 

0 0134 

0 0041 

Sodium palmitate 

0 0151 

0 0039 

Sodium oleate 

0 0130 

0 0041 

Sodium acetate 

0 0125 

0 0041 

Sodium atcate 

0 009 

0 0034 

Sodium oxalate 

0 0099 

0 0041 

Ground nut oil 

0 010 

0 0039 

Lactic acid 

0 0068 

0 0024 

Mustard oil 

00073 

0 0023 

Gistot oil 

0 0093 

0 0023 

Butter 

0 0079 

0 0023 

Ghee 

0 0079 

0 0027 

Gingeh oil 

00095 

00059 

Stearic acid 

0 0084 

0 0039 

Cocoanut oil 

0 008 

0 0031 
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By the iodine value determinations it was studied whether when a 
fat is mixed with a carbohydrate it is undergoing retardation or not 
(table 3). From the table of iodine values the difference in the values in 
the columns 2 and 3 gives the amount of oil oxidised and the difference 
of the values in columns 5 and 3 gives the amount of retardation. 


Table 5 

Iodine values etc. sA the Osidatiou experiments ptrformed. 


1 

1 

3 

4 

5 

6 

Amount re- 


Iodine used 

Iodine used 

Amount of 

Iodine used 

tarded in 


up per loogrs per loo grs. 

oil oxidyxed 

up per 

terms of 


01 oil after 

of oil 

in terms 

100 grs. of 

iodine (after 


correction for 

with H|Ot 

of 

oil + H, 0 , 

correction 


dextrose. 

only. 

iodine. 

-h Dextrose. 

for 

dextrose). 

Gistot oil. 

85-1 

69*1 

16 

73*2 

4*12 

Cocotnat oil. 

91 

1*21 

7*89 

a *45 

1*26 

Gtound nut oil. 

75’9 

18*4 

55-5 

53*85 

a 5*47 

Mustard oil. 

100*4 

83*2 

17-2 

88*2 

5*02 

Butter. 

30* I 

17*8 

12*3 

21*2 

5 - 4 * 

Gbce. 

295 

17*4 

12*1 

20*7 

3 - 3 » 

Gingeli oil. 

109*6 

96-3 

5-3 

100*6 

43 -» 



G3MCLUS10NS 




1. Ground nut oil appears to form as much of acetone bodies as 
dextrose. 

2. The amount of acetone bodies obtained in the mixed oxidation 
of either fat and carbohydrate or fat, carbohydrate and protein is much 
smaller than the sum of the amounts of acetone bodies which each gives 
rise to individually. 

3. With substances which form large amounts of acetone bodies 
when individually oxidised the amount acetone bodies formed tend to 
rise with increasing amounts of dextrose. With slowly oxidisable subs- 
tances like ghee, butter etc. rise in the amount of dextrose has not much 
effect 


4. Yellow of the egg generates 1/3 the amount of acetone bodies 
which the white gives in the presence of carbohydrate and fat 
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These results are in general agreement with those obtained pre> 
viously in this laboratory. 
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iNVESnOMlONS ON NlCkEL AMMINl S 
Part I holaiion (f Nt hi Ammim Ibiocyamtts 
By C S Shaw and S Ghosh 
Physical CHtifisrRY I aboraiory, Aixahabad Iinivfrsiit 
Abstract 

Two ntw methods of preparation of Itin aid In ammonntL nickel 
thiocyana c h ve been described 

Introduction 

ft IS well known that a solution of ammonium hjdn xidc when added 
to colYalt nickel and copper salt solutions gives a precipitate of the 
hydroxides ( f these metals which dissolve in an excess of the reagent 
forming complex ammines 

A large number of cobalt^ and copper* ammines have been investiga 
ted by numerous workers borne complex ammines of nickel salts notably 
those of nickel halides, nitrates, sulphate and phosphate, have also been 
isolated.* 

The present investigation has been undertaken in order to hnd out if 
there exists any co relation between the composition and properties of the 
various nickel ammines with those of cobalt and coppci 

Nickel thiocvanate tetra 'immomate Ni (CNS\ 4NHj was hrst men- 
tioned by Mci/endroflF* Bohan* howevci found that Mei 7 endroflF's 
compound corresponded to nickel thiocyanate tri ammoniate He further 
prepared nickel thiocyanate aramomates with a, 3, 4, and 8 mols of 
ammonia A tii ammoniate has also been mentioned by Peter« ’ 

The method of preparation of the tetra ammoniate compound used 
previously was by adding an equi\ alcnt amount of ammonium thiocyanate 
solution to a hot saturated solution of nickel sulphate, then adding 
ammonia solution till there is a strong smell of ammonia This solution 
when left for crystallisation, yielded the tetra ammoniate compound 

In this paper two new methods of isolation of ihe tetra and the tri 
ammoniate nickel thiocyanate have been described 
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Experimental 

The sulphate ion, from nickel sulphate was hrst removed from a 
mixture of a nickel sulphate solution containing ammonium thiocyanate, 
by adding requisite anounts of barium h\drr\ide solution and simultane- 
ously adding excess of ammonium hydroxide solution The insoluble 
barium sulphate was then filtered out and the filtrate set apart for crystalli 
sation 

It was found that the nirmonia escaped any quickly and unless the 
solution was very concentrated it had a tendency to hydrolyse In the next 
attempt therefore, nickel thiocyanate was prepared nd simultaneously 
converted to the ammine c( mplex by treating a mixture of solid nickel 
sulphate and barium thiocyanate with erncentrated nmona solution 
The method of obtaining nickel thiocyanate depended on the formation 
of this compound by the interaction of barium thiocyanate and nickel 
sulphate in the reaction mixture when barium sulphate separated out 
The nickel thiocyanate then reacts with ammonia to gi\ c the amminc 
complex 

To a weighed qu intity of nickel sulphate (N1SO4 yHjO) an equivalent 
amount of barium thiocyanate was added in the <olid state. To this, a 
measured volume of concentrated aqueous ammonia olution was added, 
the precipitated barium sulphate filtered off and the filtrate was set apart 
for crystalbation at a room temperature (30®) After leaving it over night 
crystals were found to have been formed Ihese crvstals were separated, 
dried quickly by pressing Letwetn layers of filter paper and in order to 
avoid loss of ammonia from the crystals, they were kept in a well corked 
glass tube in a dessicator hlled with ammonia vapours, over lime 

It was found that a good yield of the crystals could be obtained by 
using at least i/io th molar quantity of nickel sulphate, an equivalent 
amount of barium thiocyanate and atleast yc 6oc s of approximately 1 1 
M ammonia solution With a more dilute solur on of ammonia the 
filtrate, hydrolyses on standing 

Nickel in the crystals was estimated as the dmiethvlglyoxime com- 
pound, ammonia by the Kjeldhals’ method and thiocyanate by the Volhard 
method 
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The analytical results found 

Nickel Thiocyanate Ammonia 
24 20 47 67 27 68 

to be I 2 Water 
of crystallization 
absent Hence 
Molecular for 
mula Calculated 
Ni(CNS)* 4NH, 


Rauo 

Toul Ni NH, 
99 55 I 3971 


Molecular 

formula 


The ratio 

^ wo 


of Ni 

e frtnrifl 


Calculated *4*9% 47 7*/ *7 99% 10000/ 

Tht tetta aramonntc compound thus obtained by us, smells very 
slightly of ammonia Has a saphire blue colour with viokt tinge The 
surface laver of the salt j^raduallv tarnishes when exposed to air because 
of the loss of ammon/a The salt is soluble in ammonia solution giving 
a greenish blue, blue and violet blue solution, depending on the increas- 
ing concentration of ammonia 

It will be seen that in the method described above the ammonia 
compound that ciystallizes out is mainlv the tetra ammonute nickel 
thiocyanate, provided precautions are taken to avoid the loss of ammonia 
from the crystals The sectnd crop of crystals from the above which we 
expected to be a lower ammonia containing compound, when analysed 
proved to be a mixture of tetra and lower ammonia containing compounds 
for obvious reasons Any attempt to prepare pure lower ammonia 
containing nickel thiocyanate ammoniates, by the same method, by using 
more dilute solution of ammonia proved fruitless, because of the hydro 
lysis that occured during crystalluation Hence another method was 
adopted for the preparation of these complexes by taking nickel carbonate 
and ammonium thiocyanate as the starting material 

For this, a sample of Merck’s nickel carbonate (basic) was taken and 
Its nickel content estimated To a weighed quantity of mckel carbonate 
i/ioth molar, 50CCS of fairly concentrated solution of ammomum thiocya- 
nate (approximately 60 % solution) were added, the solution warmed when 
there was a vigorous effervesence with the evolution of carbon dioxide 
and some ammonia The solution was filtered and set aside for ctystalUza- 
tion at a room temperature (a 6 ”) when small blue crystals separated out 
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after some time The crystals were dried by pressing between lavers of 
filterpapcr and k^pt in a well corked glass tube 
The analytical results found arc 


Total Analysis 

Nickel Thiocyanate Ammonia Total 
26 2 50 89 21 89 98 98 


Ratio 
Ni NH, 


Molecular 

Formula 


I 2 900 The ratio of Ni 
CNS was fou* 
od to be 1^2 
Water of cry 
stayllization 
absent Hence 
molecular 
formula 
Ni(fNS), iNH, 


Calculated 2611% 5132% 2217/ 10000 

The triammoniatc compound thus obtained by us does not smell 
of ammonia Has a blue colour and docs not tarnish for some time when 
exposed to air The salt is soluble in moderately concentrated ammonia 
solution giving a greenish blue solution, but hydrolyses like the tetra 
ammoniate compound in aqueous solution with the precipitation of nickel 
hydroxide 

Conclusion 

More work is in progress to isolate pure sample of higher ammine 
compounds of nickel for a complete study of the various nickel ammine 
complexes 
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STUDIES IN THE PRODUCTION OF YEAST 


Bt N. R. Dhar and Krishna Bahadur 
Chemical Laboratort, Allahabad Universitt. 

Pastcut in his classical researches on ‘Fermentation* described this 
phenomenon as ‘Life witliout air (La vie sans Pair)’ because the chemical 
change involved m fermentation is as follows: — C,Hj20,= 2 CO2+ a 
CJH5OH+25K Cals and free oxygen does not take part directly in the 
process. 

In ordinary fermentation of sugars into alcohol Pasteur was the first 
to demonstrate that yeast can live in the presence of only small traces of 
oxygen. Since the growth of yeast is abundant in the process of fermen- 
tation and the small amount of oxygen present is used up rapidly, it can 
be assumed that the greater part of the development of yeast can take 
place in the absence of free oxygen. The energy requirement of the yeast 
is met with by the heat of the reaction as stated above. 

We have carried on numerous experiments on the production of yeast 
by using difiFercnt energy materials and have found that yeast can grow 
vigorously using even alcohol and starch as energy materials specially 
when air is passed. 

In our experiments on the growth or yeast (Torula variety contain- 
ing 6 . 8 % N and 22.8 ^C.) we have used analytically pure starch of t% 
strength and have passed a current of air. The temperature was 
maintained a^ 30'’ ; without passing air hardly any growth of yeast is 
observed. 

Similarly we have obtained a vigorous growth of yeast by passing 
air in dilute solutions of alcohol. In this reaction the presence of any 
carbohydrate is not essential. The dilute alcohol. without any other energy 
material is slowly oxidized by air in presence of yeast and supplies energy 
according to the following equation : — 

CiHjOH + 3O2 = 2 CO,-l- 3 HjO + 32J, K. Cals, and a part of the 
alcohol seems to be assimilated by yeast for building its body materials. 
We believe that the same thing happens with starch. By passing air, 

»4 



SITUDIES IN THF PRODUCTION OF TFAST 25 

we have been ible to grow yeast e\cn in solutions or suspensions 
of glycerol, gelatine, oils, urea, ammonium sulphate, microcosmic salt, 
scdium nitrite, sulphur sulphite, thiosulphitc, ferrous oxide, metallic 
aluminium /inc, space cobalt, iron etc used as food materials 

India being chiefly as yet an agricultural country has an abundant 
suppl) of raw materials for yeast manufacture e g , rice, barley, maize, 
wheat and potatries, molasses etc Another raw material on which so 
far no attention has been paid is toddy With the coming of prohibition 
in the country, toddy may become a useless product Fresh samples of 
toddy have been analvsed in these laboratories and were found to contain 
approximately 134 gms of sugar per 100 cc of fresh toddy which yielded 
I 25 gms of yeast without passing air 

The effect of nitrates and phosphates of sodium potassium and ammo 
mum on the growth of the Torula variety of yeast ha\e been studied It 
has been observed that ammonium nitrate increases the yeast growth, 
sodium phosphate has also a beneficial effect while potassium 10ns have a 
slight toxic effect on the growth of yeast The effect of negative 10ns 
hke acetates, chlorides, sulphates etc , on the growth of yeast and alcohol 
formation have also been investigated It is found that the presence of 
an excess of sulphate 10ns in the culture decreases both alcohol and yeast 
formation Acetate ions favours yeast formation but retards alcohol 
production, while chloride ion favours alcohol formation but retards yeast 
generation In the control experiments the yield of yeast was 10 z% 
of the sugar fermented and 11 increased to 1203^ if acetate 10ns were 
present and decreased to 9 73 ^ if sulphite 10ns were present Small sugar 
concentrations were found favourable for yeast growth while at higher 
concentration there is a tendency for alcohol production in larger quantity 

The effect of toxic substances on the growth of yeast and alcohol 
production has been studied — 

As, O3, CUSO4, Sb, (SOJa, Fe SO4 and Mg SO4 letard the growth 
of yeast but ZnS04 in low concentrations accelerates the yeast growth 
while m higher concentrations retard it 

The effect of hght on the growth of yeast has also been studied and 
It IS found that diffused hght is beneficial for the growth of yeast 
F 4 
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Very interesting results have been obtained by growing yeast by 
passing air in medium containing small amounts of alcohol or starch and 
necessary inorganic salts in the complete absence of sugar: — 


Medium 


Gts. yeast 
produced 


750 c.c. bf culture medium containing 7 5 gms. alcohol 2.7188 

750 c.c. of culture medium containing 7 5 gms. of starch 2.156$ 


Tempt. 25 30* 

Yield of yeast 
on the wt. of 
alcohol or 
starch 

36-23% 

18.75% 


It is obvious that the energy liberated by the oxidation of alcohol 
and starch which are exothermal reactions, is utilixed by the yeast for its 
functions of life and growth. This has a great industrial bearing for yeast 
can be grown in waste liquors from different industries containing small 
percentages of alcohol which can not be recovered easily by the ordinary 
methods. We have been successful in decreasing the alcohol content 
of wines and converting a part of the alcohol into yeast which is an 
excellent food material. We are in touch with wine-makers and advising 
them to prepare healthy wines by aerating them and in this process a 
part of the alcohol is converted into a nourishing food. The Germans 
live a good deal on beer especially in summer months. German beer is 
rich in yeast but poor in alcohol. 

Experiments are in progress to obtain yeast m large quantities and 
study the mechanism of alcoholic fermentation and yeast production and 
to preserve its vitamin contents. 



QUANTITATIVE STUDY OF THE EXTENT OF INHIBITION 
OF THE PRECIPITATION OF STANNIC SUIPHIDL 
IN PRESENCE OF SOLUBLE TARrRATES 

By Arun K Dey 

Department op Chemistry, University of Allahabad 
(Communicated by Dr S Ghosh, D Sc F N A Sc ) 

(Read on 26 th April, 1947) 

Abstract 

This paper is a continuation of the work of Dey and Bhattacharya,’ 
on the study of the inhibition of the precipitation of stannic sulphide 
in presence of various organic acids and their salts The extent of 
inhibition in the presence of sodium tartrate has been quantitatively 
studied The mhibmon has been ascribed to be due to complex 
formation 


Introduction 

In a recent publication* Dey and Bhattacharya have shown complex 
formation to be the cause of the non precipitation of stannic sulphide 
m presence of oxalic acid and oxalates In other publications* * they 
have reported, that the same inhibition is possible in presence of other 
dicarboxylic acids as well It is well known (cf Rossing*) that the 
addition of oxalic and tartaric aads can be used to keep tin m solution, 
when antimony can be precipitated as sulphide by sulphuretted hydrogen 
Stannic tartrate was known to exist,® since long, and complex 
formation between tin and tartanc acid was recorded by various earlier 
workers * ’’ Also, the studv of complex tartrates has been the subject 
of many mvestigations and in recent years Darmois and coworkers,* 
Vaishya and Raman* and Biswas'* have dealt with this topic in consider- 
able detail In a very recent publication," Bobtelsky and Jordan ba\ e 

*7 
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described the results of their investigations on the complex tarttates and 
citrates of various metals. 

During the preliminary experiments, I have observed that tartaric 
acid itself is unable to act as an inhibitor in the precipitation of stannic 
sulphide, whereas soluble tartrates show appreciable activity in this 
respect. In this paper, the results obtained on using sodium tartrate 
as an inhibitor is described. 


Experimental 

A solution of Schuchardt’s stannic chloride was prepared in 
normal hydrochloric acid, and tin was estimated gravimetrically. Standard 
solutions of sodium tartrate of various concentrations were also prepared. 
A solution M /5 sodium sulphide was prepared by iodometric standardi- 
sation. It was noted that M /5 was the minimum strength of sodium 
sulphide, which could precipitate stannic sulphide completely from 
the stannic chloride solution. Since the stannic chloride solution was 
acidic, the mixture after the addition of an equal volume of sodium 
sulphide remained acidic. 

Several test tubes were taken, and in each were delivered lo c. c. 
of 0*09389 M of stannic chloride solution. Now 10 c. c. of the tartrate 
solutions of known concentration were added, and then lo c. c. of the 
sodium sulphide solution. The first was filtered immediately after the 
addition of sodium sulphide, the second after half an hour, the third 
after four hours, the fourth after eight hours and the fifth alter ninety-six 
hours. Different sets were taken, using different concentrations of the 
tartrate solution. A blank experiment, using water instead of the tartrate 
was also performed. The experiments were performed at a room 
temperature of 30*0. 

The precipitated stannic sulphide was filtered and estimated 
as oxide. The filtrates were boiled, and a further quantity of i c. c. 
sodium sulphide solution added, this was left overnight and the 
stannic sulphide now precipitated was filtered and estimated. The 
sum of the amounts of stannic oxide estimated in the precipitate and 
the filtrate corresponded to the total amount of tin available in the 
solution. 
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In the following table, the results obtained on the inhibition 
of the precipitation in presence of diflFercnt quantities of tartrate ate 
recorded 


Percentage of Inhibition 


IV 


Tune after which filtration was done 


So 

C*H, 0 , 

0 hour 

i hour 

4 hours 

8 bouts 

96 hours 

X 

0 

i 33 

M 3 / 

I 90/ 



X 

0 665 

n 78 

11 50 

XI 28 

1041/ 

9^8/ 

I 

I 35 

15 M 

13 34 

12 oS 

II 29 

10 36 

I 

x66 

18 50 

M 3 ^ 

14 12 

13 75 

12 03 

I 

3 

33 71 

a6 21 

25 28 

23 62 

22 31 

I 

10 64 

43 3 ^ 

33 39 

50 6j 

28 01 

26 28 

1 

15 96 

56 01 

42 21 

3873 

52 58 

2936 

1 

SI s 8 

69 a8 

4873 

40 38 

3671 

33 OJ 


In all the cases the inhibition is more marked at first, but soon tlic 
precipitation commences After a pctic d of ninety-six hours a consider- 
able portion of the tin is precipitated as stannic sulphide Here too, as 
in the case of oxalic acid and potassium oxalate (loc cit) the precipitate 
vanes in nature, and shows a wide range of colours, beginning from 
yellow to deep b»-own, depending on tl c concentration of the tartrate 
used When the ratio tin tartrate is i 10 64, the precipitate becomes 
highly gelatinous in nature, and resembles a freshly obtamed precipitate of 
ferric hydroxide, in appearance When the quantity of tartrate was 
increased further, the system assumed a cc lloidal character and a con- 
siderable portion passed through the filter paper 

In another set of experiments, the stability of the complex was 
studied, by allowing stannic chloride and tartrate solutions to remam in 
contact for different lengths of time, and then stannic sulphide was pre- 
cipitated with sodium sulphide The precipitate ub ained was filtered 
immediately after the addition of sodium sulphide, stannic oxide was 
estimated in the precipitate and the filtrate as before From these experi- 
ments It was inferred, that the inhibition does not depend on the period 
for which the solutions of stannic chloride and sodium tartrate are 



36 


AkUN E DkY 


allowed to stand together Thus the complex formed is quite stable and 
shows no tendency of decomposition, even when allowed to stand for 
ninety six hours 


Summary 

1 The extent of inhibition of the precipitation ot stanmc sulphide 
from acidic solutions of stannic chloride have been studied quantitatively 

2 The inhibition has been ascribed to be due to complex 
formation between stannic tin and soluble tartrates 

3 It has been found that an appreciable quantity of sodium tartrate 
has to be added to perceive appreciable inhibition of the precipitation 

4 It his been observed that the formation of a colloid precedes 
complex formation, and the colloidal matter settles with time The 
quantity of tin remaining in solution after the coagulation of the colloid 
gives an idea of the amount of complex formed 
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STUDIES IN THE DYES DERIVED FROM QUINOLINIC 

ACID AND CINCHOMERONIC ACID AS ADSORPIION 

INDICATORS IN ARGENIOMETRIC TITRATIONS 

PART II* 

By R C Mehrotra 

Chbuical laboratories, the Ukiversitt of Allahabad, Allahabad 

In a recent communication*, the use of resorcinol qumolcin and 
cinchomeronein as adsorption indicators in the titrations of halide solu- 
tions singly has been described In the present ctmmunication the 
behaviour of these dyes m mixed hahde solutions and also, a comparision 
between the behaviour of these dyes and that of resorcinol phthalein 
has been studied Further, the tetrabromo derivatives of these dyes 
have been prepared and thcit applicabilitv as adsorption indicators has 
been investigated 

Ttirattons rf mt^ed hahde Wa/ww — Belladen and Piazza* have ob- 
served that although Brilliant Archill C and Chromottop F4B are suit- 
able indicators for all the chloride, bromide and iodide 10ns separately, yet 
when a mixture of iodide and chloride 10ns is titrated against silver 10ns, 
the end point (pink— — >grey green) occurs, when silver nitrate equivalent 
to only the iodide ions present has been added The dyes under investi- 
gation (resorcionol qumolcin and cinchomeronein) are also quite suitable 
for all the three halide 10ns , but thev mark the end point when the total 
of all the halide ions present in the solution has been precipitated The 
addition of ammonium carbonate does not allow the iodide 10ns to be 
titrated alone in the presence of chloride 10ns « 

Compartson of the AppUcaUhty of these two dyes nst! fimres^etn — The 
resorcinol qumolein and cmchomeroncin dyes can be emploved m 
ammoniacal as well as aadic solutions Unlike fluorescein these dyes can 

*Read before the meeting of National Academy of Scicncea, held in September 

*947 
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be employed in the pH range 2 to 1 2 It has been found that in the case 
of ammoniacal solutions, the cinchomeroncin indicates the end point 
only upto a concentration of N/30 to N/20 ammonu in the solution to 
be titrated , whereas in the case of quinolein, the end points arc quite 
sharp in solutions in which the concentration of ammonia is as high as 
N/3 to N/2 Thus the cinchomcroncin shows a behaviour midway 
between the pathalein and the qumolein and so it can be inferred that the 
suDstitution of the ‘CH’ group of benezenc by the basic N’ in pyridme 
is the controlling factor m the variation of these properties and the near 
ness of the ‘N’ atom to the carboxylic groups in the qumolein confers 
greater contrast to its properties than it docs in the case of the cincho- 
meronem 


coon 



COOH / \coOH 

/ \ 

\ > 

COOH 1 1 



N 


coon 

COOH 


The tertiary ‘N’ atom, as is well known, has got a powerful 
tendency to donate its lone pair of electrons, and this tendency wiU result 
in the formation of a chelate ringed compound, similar to that shown by 
Cox and coworkers* in the simpler case of argentic picolinate The 
chelation always lowers the solubility of a compt und and thus the apph- 
cabihty of these dyes in acidic as well is ammoniacal media can be ex- 
plained on the view pomt of the formation of highly insoluble chelate 
compounds with silver 


Tetrabromo Resorcinol Quinolein and Cinchomeronein 
^ AS Adsorption Indicators 

Preparafyou of the djes-— The bromination of the quinolein and 
cmchomeronein was earned out m the alcohohe solution, and the tetra- 
bromo derivatives were prepared and purified 02% solutions of the dyes 
were prepared m alcohol and these solutions used as indicators through- 
out these mvestigations. 

Tttratm of lodtde Ions agamt Sthtr Ions • When a neutral solution 
of potassium iodide is titrated against silver nitrate, the coagulation of 
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the precipitate begins much Ltfore the end point and the precipitate 
appicars as a deep pink mass -it the equivalent point In the case of 
cinchomeronein, the colour (f the coagulated particles remains ycllo\k 
so long as iodide ions arc present in excess and changes to pink with 
half a drop of the silver nitrate solution in cxces*:, and simulianec usly 
the pink colour of the suspensit n is discharged In the case of the 
tetr^bromoquinolcin the particles have a pinkish shade much before the 
equivalent point and the end point is indicated merely by the disappear 
ance of the pink colour of the suspension at the cqui\alent point I low 
ever, in acidic or ammr niacal media, the colour change at the end point 
becomes much sharpci with I oth the indicate rs In the acidic solutions, 
the coagulation occurs )ust at the equivalent point So long as the 
iodide ions are present in excess, the suspension remains yellow and 
changes sharply to pink at the end point In the presence of ammonia, 
the coagulation of the silver iodide begins early However, the colour 
on the particles remains yellow with both the indicators and changes 
to pink with half a drop of the silver nitrate solution at the end point 
Along with the colour change on the particles, the pink cok ur of the 
supernatant suspension is also discharged simultaneously at the end 
point 

TttraUon (f Bromtde Ions lyitnst Stiver Ions When the bromide 
solutions are titrated against silver ions using tetrabromo quinolein or 
cinchomeronein as indicators, no sharp colour change at the end point 
could be obtained in the neutral solutions The end points did not 
improve also by the addition of ammonia However, in the presence 
of acttic acid the end points ate very sharp and the titrations can be 
carried out accurately In the case of the cinchomeronein, the suspension 
remains yellow and becomes pink just at the equivalent point , whereas 
in the case of the quionolein the suspension assumel a slight pinkish 
shade before the end point and the equivalent point is indicated by 
change of the colour of the suspension from light pink to deep pink 
The end points are made much more sensitive, because the coagulation 
of the precipitate occurs immediately at the end point 

Tstratson of Thocyanate I ns In tl e case of the thiocyanate<iofis 
also, no sharp end pomts could be obtained in the neutral as well as in 

F I 
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‘imtnoniacal media In the presence of acetic «.cid, the end points ate 
quite sharp The coagulation occurs much cailier and the particles 
tssume a slight pinkish shade from the beginning} but thete is a sharp 
colour change from light pink to deep pink on coagulated particles at 
the end point 

TttraUon of Chloride Ions In the case of the chloride ions no sharp 
colour change could be obtained either in the neutral or in ammoniacal 
or acidic media Even in the acidic solutions, the coagulation of the 
precipitate and the adsorption ot the dye occurs much before the equiva- 
lent point which indicates that the dye anions are so strongly adsorbed 
by the precipitated sil\ er chloride particles that they displace even the 
adsorbed chlondc lon^ 

Titration of Iodide Ions in Presence of other Halide Ions It is in this 
field that the indicators have been found to be of pr«ctical value When 
a mixture of iodide and chloride ions is titrated against Mlver ions in 
neutnl or acidic media, the end point, indicated by the complete ttans 
fetenceof the pink colour of the suspension to the particles of the 
coagulated precipitate, occurs after the whole of the iodide ions and 
the chloride ions has been precipitated However, in the presence of 
ammonia, the iodide ions alone can he titrated in the presence of chloride 
ions When a mixture of the iodide and chloride ions is titrated against 
silver ions in ammoniacal medium, the coagulation of the silver iodide 
patiicles begms soon, but the particles remain yellow When all the 
iodide ions have been removed as silver iodide, half a drop of the silver 
mtrate solution changes the yellow colour on the particles to pink with a 
simultaneous disappearance of the pink colour of the suspension The 
estimation of the iodide ions is accurate, when the ratio of the chloride 
Iodide ions present has a value upto i a In the presence of a greater 
proportion of the chloride ions, an excels of the silver nitrate solution is 
required 

Attempts have been made to estimate the iodide ions m the 
presence of the bromide ions and also of ths bromide ions m the 
presence of the chloride ions , but the results were unsatisfactory 
Similarly the iodide tons could not be liberated in the presence of the 
thiocyanate ions 
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Volume & 
cone of 
halide 
solutions 

Dr^s 

lodi 

cator 

Volume & 
cone of 
AgNOj 
sdution 

Transition 

of 

colour 

Remarks 

lO c c of 

N 10 KI 

2 

9 97 c c to 

9 98 c t 
of N/10 
AgNOj 

Pink 

su^nsion 

-♦Pink 

precipiute 

Coagulation of the ppt occurs 
much before the end point 
In case of quin the particles 
assume pinkish shade before 
the end point 

lO c c of 
N/io KI+4 
to IOC c 
ofNHAc 

2 

10 to 10 02 
c c ofN/io 
AgNO 

Yellow 

suspension 

Pink ppt 

The end point is much sharper 
than in the neutral soln The 
coagulation occurs just at the 
end point 

lO c c of 
N/io KI+6 
to 8 c c 
ofNNHjOH 

2 

10 0 c c of 
N/io 
AgNOj 

Yellow ppt 

Pink ppt 

The end point is very sharp 
Coagulation occurs mum earher 
but the end point though occur 
ring on the coagulated particles 
IS quite reversible 

10 c, c of 
N/ioKI+ 5 
c c ofK/io 
KCl 

2 

1494 to 

14 98 c c 
of N/10 
AgNO, 

Pinkish 

suspension 

Pink ppt 

The colour change at the end 
point IS not very sharp The end 
pomt IS indKated by the tran 
sference of the pink colour from 
suspension to ppt 

10 c c of 

N lO KI+ 3 
to J c c 
N/10 KC 1 + 

4 c c of 

N NH4OH 

2 

10 0 to 

10 04 c c 
of N 10 
AgNO, 

Yellow ppt 
-♦Pink ppt 

The end point, though occurring 
on the coagulated particles is 
very sham With larger proper 
tions of chloride 10ns an appre 
ciable over consumption of silver 
10ns 18 required 

10 c c of 
N/10 KCNS 
+6 to 8 c c 
ofNHAc 

2 

100 c c 
ofN/io 
AgNO, 

light 
pink ppt 
-♦Deep 
pink ppt 

The end pomt is very sharp and 
quite reversible 


Summary 

I A comparision of the applicability of resotcinol quinolein, cm* 
chometonem, and phthalein as adsorption indicators ha» been mide and 
the di£Ferenccs have been explained 
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2 The behaviour of the indicators in the mixed halide solutions 
has been investigated 

3 Two new indicators tetrabromo quinolein and tetrabromo ancho- 
meronein have been described 

4 The new indicators are suitable for the titration of iodide, bromide 
and thioct anate ions in acidic solutions 

5 The ic dide ion<! can be estimated very accur'itcly m ammonical 
solutions also 

6 Mixtures of iodide and chloride ions can be analysed completely 
by the help of these indicators The whole of the iodide and chloride 
ions can be determined by titration in neutral or acidic medium, and the 
iodide ions can be estimated alone by titration m presence of ammoma 

In conclusion, I beg to offer my grateful thanks to Prof N K Dhar 
for his kind interest and encouragement during the course of this investi- 
gation 
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ABSTRACT 

Different samples of sodium argcntothiosulphate luwc been prepared by alcoholic 
precipitation from a solution of siher halide (chloride or bromide) in a concentra* 
ted solution of sodium thiosulphate. The vai ious properties of the isolated products 
have been studied. The results of anal>sis of the product gave the composition as : 
Ag^Sp 

3» 4NajSj03, 2H_,0, for dll the samples, llie valency of the complex ion was 
determined by coagulation of a p:)sitivcly charged ferric oxide sol with standard solu- 
tion of the complex rompound and by comparing the coagulation \alut‘s with those 
for electrolytes of known valencies. The values showed that the complex radical was 
bivalent in character. On a s>stcmatic study of the lormation of complex argento- 
thiosulphatcs it has been concluded m an cii Her communication, that only mono- 
and tri-valcnt complex anions are capable of existence in a solution of silver halide 
in sodium thiosulphate. On the other hand quantitative analysis leads to a formula 
which does not correspond with any of those already airhcd at The isolated 
product contains a much larger proportion of thiosulphate and it is therefore evident 
that the bivalcncy of the predominant ion thiosulphate is responsible for the abnormal 
coagulation values for the complex ion. It has been emphasized that in order to 
obtain a true formula of any co-ordination compound physico-chemical methods 
must be adopted as the formula obtained by isolation and subsequent analysis alway^s 
include those of double salts and absorption complexes as well, 

A 47-2-1 



38 


Arun K. Dev and S. P. Mushran 
Introduciion 


It is well known that the removal of silver halide by sodium thiosul- 
phate solution during fixation ol photog\‘aphi(. negatives involves the 
formation of complex compouiuls. I’he iu\estigations of argento- 
thiosulplidtcs have been of considerable intcrost and compounds of 
diflFcrent compositions have* been isf>laled liom tlte solution by various 
workers. Mention may be made fd' the work of Baines^, and Spacu 
Murgulescu-* who analysed some samples and assigned formulae to 
the products. In an important communication" Basset and Lemon 
described the examination of the system Na^S.jO^ — AgjSjOg — ^HjO, 
at 25 “ and concluded the formation of tlie following complex com- 
pounds : 

(i) Na3[Ag(S203)a],H,0 or 3 Na,S., 0 „ Ag.^SA, 

(ii) Na3[Ag3(SA)il, 211,0 or 5Na.,S,03, SAgaS^Oa, 4 HaO 
(iSi) Na[Ag{Sa 0 jlJ,Ha 0 or Na3Sa03,Ag*S303.2H,0 
(iv) Na lAg3(Sj03)_jJ,H,0 or Na^S^O,, lIAg^SaO,, 2 Ha 0 

The divergent results rc< orded in literature led us to investigate 
the formation of argentothiosul])hate complexes and in a recent paper* 
we described our results on the compositions of such compounds studied 
by die solubility method® devolved by us, for elucidation of the formulae 
of complex compounds. 

In this paper we have described the picpatation and properties 
of sodium argcntothiosulphate obtained by alcoholic precipitation 
from a solution of silver halide (chloride or bromide) in a concentrated 
solution ol sodium thiosulphate 'I’hc chemical comjxisition has also 
been determined by quantitative analysis. Incidentally an attempt 
was made to determine the valency of the complex ion by the coagula- 
tion of a colloidal solution of positively ch.irged fcnic oxide, a method 
similar to that adopted by Ghosh and Dhar “ for showing the bivalency 
the fluorideion. 

Experimental 

Preparation : — 20 grams of ‘ AnaluR ’ silver nitrate was dissolved 
in water and silver halide was precipitated by the addition of cither 
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‘ AnalaR ’ hydrochloiic at id solution ot a solution of chemically 
pure sodium biomidc The piecipitited silvei halide was thoioughly 
washed fiec fiom the pi eeipitatmg clectiolytcs and then dissohed in 
a concentrated solution of sodium thiosulphate of ‘AnalaR’ quality, 
care being taken to use tlie minimum quantity ot sodium thiosulphate 
To the solution was adtlid about 150 c c of absolute alcohol and the 
heterogeneous mixtuie shaken vigorously when a white emulsion 
appeared and later an oily liquid scpaiated at the bottom ot the vessel 
This oily liquid was sepaiated b> means of a sepaiating funnel and 
received in an evaporating dish to whiih was then added a further 
quantity of alcohol On Stirling with a gliss lod, a wnilc solid mass 
scpaiated out The lumps wtic biokcn and washed thioughly with 
akohol and diicd at a loom tempi ratine of about 30* It was found 
that the tompo»itions of different samples, whether prepared from 
silver chloiidc or silver bromide, wcie the same find the properties 
wcic also similar 

Properties — ^Ihc product has a colourless appearance and is 
fairly soluble m watei Hydrochloiic acid sepaiates sulphur from the 
compound, with busk evolution of sulphui dioxide while silver chloride 
does not scpaiaK out Nitiic acid bchucs in the same way as hydro- 
chloric acid, and on boiling a clear solution is obtained 

The compound is readily soluble in ammonium hydroxide, and on 
adding nitric acid to the ammoniacal solution, some white particles 
separate out which change through a sei ics ot colours and finally become 
black This is probably due to the foiniation of silvci sulphide from 
the complex When on aqueous solution is reacted with silver nitrate, 
silver in the complex gets perecipitated first as thiosulphate and finally 
changes to silver sulphide 

The compound docs not fuse on heating, but burns with a bluish 
fiame and a black lesiduc is left The compound docs not darken on 
exposure to sunlight but an aqueous solution when exposed to solar 
light for SIX hours assumed a sky blue tinge Darkemng of the soUd 
occurs with time and it becomes daik grey in a period of about six 
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months. Similarly an aqueous solution, when kept for four months 
deposited silver mirror on the vessel. 

The compound responds tp the tests foi thiosulphate, but the tests 
for silver are not obtained. 

Analysis : — The analysis was tarried out as described in the follow- 
ing lines ; Silver, thiosulphati and water of crystallisation were deter 
mined, while sodium was found by dilfercncc. The methods of anal)- 
sis are given below. 

Stiver : —0.4 gram of the compound was weighed accurately and 
boiled vigorously with nitric acid to decompose the complex and thu» 
a solution of silver nitrate was obtained. Sliver was precipitated from 
the solution a<» chloride and estimated as usual. 

Thiosulphate Thiosulphate was c‘-timated by the method recently 
described by us'^. 0.5 gram of the compound was accurately weighed 

dissolved in watci and a solution of silver nitrate was added to it drop 
by drop with occasional stirring till preiipitation was complete . The 
precipitate which was originally white gradually changed to yellow, 
red and finally became black, due to tire converfion of silver thiosul- 
phate to silver sulphide. The precipitate was filtered in a Gooch 
crucible, washed with water and the filtrate was concentrated to a 
volume of about 200 c.c. Fi'om the filtrate barium sulphate was preci- 
pitated by the addition of barium nitrate, and sulphate estimated. The 
Gooch crucible containing the silver sulphide precipitate was dried 
in an oven at 120®, till constant weight was attained. The total 
amount of sulphur contained in the complex w'as calculated from the 
weights of barium sulphate and .silver sulphide : 

Total sulphur ■■ Weight of silver sulphide xO. 12937 

-}- Weight of barium sulphate xO. 13738 

From the weight of sulphur the amount of oxygen in Sj,0j was 
calculated. 

Water of crystallisation : — 1 gram of the compound was taken in 
a watch glass, and heated to a constant weight in an air oven at 120®, 
The loss in weight gave the amount of water of crystallisation. 



Argentothiosulphate Complexes 41 

The average composition of the compound, arrived at by the 


analysis of a number of samples is given in 

table 1. 


Table I 

Found 

Calculated 

Silver 

21 .46®/o 

21 .69% 

Sulphur ... 

32.10% 

32.13% 

OJtygen (Calculated from the amount 
of sulphur) 

21.087o 

24.10% 

Sodium (by difference) 

18.66% 

18.46% 

Water of crystallisation 

3.70% 

3.62% 


ioo.oo<;(, 

100.00% 


Formula : AgaS 203 . 4 NaaSa 03 , 2 H 2 O. 

Coagulation experimetits — ^The determination of valency by the 
t oagulation of solloidal solutions was first suggested by Freundlich,® 
and applied to show the bivalent nature of the fluoride ion by Ghosh 
and Dhar®. In this study a colloidal solution of positively charged 
ferric oxide was prepared by dispersing freshly precipitated hydrated 
ferric oxide by acetic acid, and purifying as usual by dialysis. The 
amount of ferric oxide in the sol was estimated by evaporating a 
measured volume to dryness, and finally heating strongly to a constant 
weight. 


Concentration of the sol= 7*69 grams FCjO, per litre 

For determining the coagulation values different amounts of the 
sol were taken in clean test tubes, and measured volumes of electrolytes 
were added. The time of observation was half an hour. The ex- 
periments were conducted at 25® and the total, volumes were kept 
10 c.c. in every case. 
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Coagulation with electrolytes 
Tabif II 

Volume of electrolyte required 

Volume of sol 



M/5 KCl 

M/400 K2SO4 

M/1500 

K3 Fc(CN)« 

M/2l)00 

K4Fe(GN)o 

1 c c 

2 1 c c 

0 5 c c 

0 5 c c 

0 4 c c 

2 c c 

2 8 c c 

1 0 c c 

1 0 c c 

0 8 c c 

i c c 

3 4 c c 

1 4 c c 

1 5 c c 

1 2 cc 


C oaguhlion with the complexes 
1 ABLI- III 

Volume of sol Volume of M/500 solutions of the complexes 

Complex (1) Complex (2) 

fiom AgCl fiom AgBr 


1 c c 

2 c c 

3 c t 


0 45 ce 0 40cc 

0 80 t c 0 80 c c 

1 25 c e 1 20 c c. 


From the above results we find that the coagulative power of the 
various electrolytes he m the following order 

K4Fe(CN)o>K3Fe(CN)„>Complex(l)— Complex (2) >KaS04> 

KCl 

The coagulation values due to the complex ion lie near that of 
sulphate ion, thus showmg the bivalency of the complex 
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DISCUSSION 

It has alieady been said that a number of molecular compounds 
have been isolated from a solution of silver halide in sodium thiosul- 
phate. Our results on the composition of thcjc tomplexes (/w. lil) 
have conclusively proved that only two complex anions, viz., [AgtSadi)]” 
and [Ag(Sa03)2]”® are capable of existence, their formation depend- 
ing on the concentration of sodium thiosulphate solution used. With 
a concentrated solution of thiosulphate the reaction is ; 

AgX ^ Na,S.(), NarAg(S203')| 

when however, the thiosulphate concentration is lower, complex forma- 
tion takes place accordiitg to the equation : 

AgX 1 - 2 NaaS 203 ^ Na..[AgiS„ 03 'i,l 

The compound Na[Ag(S20j)] was pre])ared by workers including 
Richards and Fabcr^, Rosenheim and coworkers’^** and Baines 
[loc. dt), whereas Naj[Ag(Sj03^3j was piepared, in comparatively 
recent years, by Spa< u and Murgulesi u [lor, (it). The other compounds 
reported by Basset and Lemon {loc. cit) seem to be double eompounds 
or adsorption complexes, incorporating the tw’o complcxc^ with indefi- 
nite amounts of tniosulpnate associated. 

Our results described in this paper lead us to the formula : 
AgzSaOa, 4NaaS203, 2 HaO, foi the isolated product. On the other 
hand from the solubility results it is evident that the compound in 
presence of a higlier concentration of thiosulphate should have been 
Na[AgS203]. It appears, therefore, that the isolated compound 
is an adsorption complex or a double salt. If the isolated compound 
would have been a true complex, the valency of the complex anion 
should have a value far greater than 4 , The charge on the complex 
radical and thence its valency was determined by coagulation of a 
positively charged ferric oxide sol. The results indicate that the 
complex anion is bivalent, thus suggesting that this coagulation value 
is mainly due to the thiosulphate ion which is present in large excess, 
as a double salt or adsorption compound. It seems that some of die 
compounds isolated by Baines also belong to this type of compounds. 
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It s.hoiild, therefore, be remembered that results obtained by 
methods of isolation and subsequent analysis are generally not very 
reliable, as they always include in their composition those of adsorp- 
tion complexes anti double salts as well. These complications arc 
liable to mask (he clear composition of the true co-ordination compounds 
formed. It is thus absolutely necessary that in addition to usual 
analysis phy.sico-ehemical metheds must be adopted in order to eluei- 
datc the exact compositions of the complexes that may be formed. 
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Abstract 

The thermal ionization oi caluum has been studied luinR the vacuum giaphitc 
furnace runstructed by Saha ami Taiidon. Tlie specihe charge of Ca'^ has been 
determined bi applying the space iharge theuiy to positive currents under various 
potentials as explained in the papci ou Lithium. The contribution ol the terms 
b {T) and b* ( f) for Calcium in the ionization formula tends to lower the 
eflfectiveinnization potential. The mean value of the energy oi ionization is 
1S6'9 K. cab. The value of the specific charge oi ralctum u 7.5x10^ e. s. u./gm. 

1. iNTRODXJOriON. 

The Space charge theory for unipolar currents was developed 
by Srivastava and Bhatnagai (1944 a'l, and was applied by them 
( Srivastava and Bhatnagar, 1 9 1 1 b) to determine the ejm for electrons 
from graphite In <t subsequent paper (Srivastava and Bliatnagar 1946) 
the theory was applied to determine the specific charge of Li'*' using a 
strong magnetic field to deflect off the electrons and obtaining thetebyi 
an effectively unip >l.ii positive current; the ejm for the positive particle 
is then obtained frotn the relation giving the variation of the positive 
current with voltage applied to the Faraday cylinder. 

In the piesent paper the same method has been empbyed to 
determine the specific charge of Ga'*'. A study of the thermal ioniza- 
tion of Calcium has also been made, the elements barium and stron- 
tium of the same group, having been studied by Srivastava (1940 a 
1940 b). 

A 47-2^ 
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2. Thermal Ionization of Calcium. 

A detailed description of the apparatus and the experimentRl 
n'oeedure has been given b) Srixasiava in his paper on strontium. 
Srivastava 1940 b 

Due to high iuni/atiou potential ol calcium (6.02 eV) the tempera- 
tures at which measurable ioui/aiiou could be produced m the 
graphite furnace was higher than hitherto employed in similar experi- 
ments. The side-furnat e which contains the met«il was modified to 
develop a temperature at whicli tab ium has enough \apoui piessure to 
produce appreciable ionization Existmg data on the vapoui pressure 
of calcium show that, in the region of the temperature range at whicli 
the present measurements have been made, values of the vapoui pressure 
of calcium are not available The following procedure had, therefore, 
to be adopted to get the values of the vapour pressure at the diffeient 
temperatures used in the experiments. 

There are two sets of data available, one for solid state givenby 
Rudberg (1934) and the other foi liquid state by Ruff and Hartmann 
1924) 'l^e data on the solid state are at lowei and those on the liquid 
state are at higher temperatures than those in our eiqieriment There- 
fore, to get the values of vapour pressure for our range of temperature 
the solid state data have been extrapolated to the melting point of cal- 
cium, and similarly, the data on the liquid state have been extrapolated 
downwards to the melting point The difference between the slopes 
of the curves so obtained agrees well with the latent heat of fusion of 
calcium (cf. Srivastava’s paper on strontium) and sh >ws that the 
values of the vapoui pressure for higher temperatures, .i'> read from 
the vapour pressure curve for solid state by extrapolating it to the 
melting point can be taken as correct. As a further che^ k the value 
of the vapour presure has also been calculated from the formula 

log p{mm) - —^^+8.15, 

as given by Rudberg 

The calculated values agree well with those obtained by graphi* 
cal extrapolation .\ mean of these two values has been utilized to 
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get the vapour piessuic in the side tube containing cakium Know 
ing the vilue of the vapoui pressurt / m the side tube at temperature 
T the value ot \ ipoui picssuic / it tt mperaturt 7" in tl e mam fuin 
ace IS calculated from the riHtion 


/// - J I I 

Ltke fa'll lum -ind stiontium In calciun "ilso the contiibution 
oftheteims b f and/ 1 occ iit inn, in ti e ionization formula 

/ / T) J^f 1 1) 

where the prcsstiits ir< exj les'i d in iiniospht ts issudi th it it tends 
to lower tl t < llcctivi iniigsoli i i/ tin n — i fii t \ I it h it counts ioi 
the occumiue of laliiumin i l it,hl\ i ni/ed dcgitein thi s n wlieic 
as othei elements witli mu h 1 vci in/ luon p leniiil irt niiicli 
less loni/cd llu \iiutsfoi the isc d < ik mm is t ikulitcd from 
the energy St lUs gum bv lluhct ind (joudsmidt iri 

/ ( r) - 1 ()(X)i9 at ^063 K 
0 - 2 00097 at 2063 K 

Thus throughout the temper Uur< langeof oui experiment we 
ctin assume 6(7') “ 1 00 \i\d h (T) > 00 and th< ionization fi}rmula 

(1) becomes 

log h- ^ ^Tir+2 ‘Oi T-'' "9+ ' ^ W 


and A from the theot> of the ex|jerimeiit is given by (see Srivastava 
I940fl) 


P ZnkT /r*+d*y tg* tg" 

\ H / Pa (1 013x10“) 

where r"*the radius of the apertuie in limiting diaphragm 

distance between the diiphragm and the effusion hole 


( 3 ) 


-area of the effusion hole 

ig” and tg* are the negative ind positive currents respectively 
and all other quantities have their usual significance 

The values of the cunents ig” and ig* occurring in the table arc 
the zero-field values of the current obtained as explained in 
the paper on thci mionic work faction of graphite (fibatnagar 1944). 
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Table 1 gives the results on the tl ermal ionization ol calcium m 
the temperature range 1 898°K to 2063 K The mean value for the 
energy of ionization comes out to be 136 9 Kcals which agrees with 
the spectroscopically dctci mined value 139 K. cals withm limits of 
experimental error 

Tablf I 

Diamctei of elTusion holt - 1 008 mm 


Distiiiic between tOusioii hole ind duphragm 
Sensitiv ity ol the gilv mometer 
Radius of limiting di ipnr >,m aperture 


Mean Temp 
the graphite 
furnace K 

Temp ofau: 
furnace K 

i-i 

S " 

Cl. :3 

bO ^ 
o d 

2063 

1037 

2 / ) ) 

197 J 

10^7 

1 9M 

1960 

1047 

1 913 

1955 

1047 

“913 

1949 

1047 

r9l3 

1942 

1022 

2 630 

1931 

1027 

T 675 

1917 

1027 

2 675 

1896 

1002 

2 440 

1828 

982 

2 255 


log Pea 
m n ) in 
min fur 

* 9 ” 


mm 

2 9041 

156 100 

79833 

> X 100 

7 9833^ 

80 100 

Tq82 

80 X 100 

3 9820 

80x100 

2 7705 

80 100 

28132 

80 X 100 

78117 

106 X 30 

2 5797 

41 <30 

2 3899 

58x 30 


14 *) mm 

1 23 X 10“* amp/mm 
4 2 mm 


mm 

log A 
(atmos ) 

L in 
k Cals 

1 1 

1 53 

13 7291 

138 7 

34 

iT1023 

137 7 

30 

1T0933 

137 6 

33 

IT1312 

136 8 

24 

14'9952 

137 7 

27 

73 2563 

134 6 

30 

73 2569 

133 9 

1 15 

74 5536 

139 1 

11 

iT’ )66 

135 7 

2 

T)8155 

137 6 
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It has already been explained in our paper on the space chaise 
effect that the specific charge of the particle carrying the current can 
be determined by applying the Space Charge theory provided the 
current is unipolar Tnis condition is experimentally realised by 
deflecting, with the help of a strong elec tra magnet, the electrons from 
the beam of the charged particles effusing out of the tiny hole in the 
graphite furnace and, thus preventing them fiom enteiing the intcr- 
electrode space which, in our case, is formed b\ the diaphragm and 
the Faraday cylinder. The heavy ions iCa*) arc little affected by the 
magnetic field and pass through the limiting diaphragm, and are 
collected by the Faraday ()lindei to which a suitable negative poten- 
tial is applied. The Cut rent produced by the charged particles is 
measured at various potentials on the Faraday cylinder Table II 
gives a typical set of observations. 

The relation between the current and the applied voltage on 
taking space charge effect into account is (Srivastava 1946) 

Table II 


Fin 

Volts 

d*' 

in mm 

0.5 

3*5 

1 

4*5 

1 1.2 

5 

1.5 

6 


6 5 

, 

2 

7 

25 . 

8 

3 

9 

4 

12 

1 5 

1 

13 5 


7* • 1793% *«2.1 cm., J ■ jr x (.42)% Gal. sens. — 1.25x 10^ amp/mm> 
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I 


"Stt Ui] 


approx 


(4) 


where x* distance between the diaphiagm and the Faraday cylinder 
/I — area of the apeiture in the dnphragm 


Plotting 1 against V see Fig If mforthe Cation can be obtained 
from the slope of the curve The value so obtained is efm —75x10“ 
e 8 u/gm which agi ees very closelv with the calculated \aluc fbr lal 
cium taking for the \ ilue of electronic charge and foi m the mass 
of Ca atom 


This also identifies the paiticlc | roducing positive cuiients m 
the experiments on the thermal ioni?ation of calcium with C a* 

The error likelv to occur m the value of efni obtained by this 
method has been discussed by Snvastava (1946) and is about 15% 



Fig 1 

My best thanks are due to Dr B N Snvastava, D Sc under 
whose guidance the work was done at the University of Allahabad 
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THERMAL IONIZATION OF AI.UMINIUM AND 
DETERMINATION OF THE SPECIFIC CHARGE OF A1+ 

Ih 

\ S Bhaiwc \r M S( D Pmr 

PllY 1 S Dl rAKlMbNT \l.I AITABAn UnIVI RSTl Y 
Now IN C SIR Lmdraiorils Di i at 
(C rmmunu it<d bs Di R N Sin isfiva D Sc) 

\bhir\ I 

1 he thcimil lonu iti m of Muminuini has liccn studu 1 employing the vacuum 
griphitt fuim e crnstructid by Sihi mdTindvn IhcprobUm is experimentally 
m lie didicult than f)i othci clcmctils due t) the low vapour piessurc and large 
lom/ition p itentiil of ilumuiium ind his mcissitaled some midification in the 
usual expe i mental irrangc n nt Ihe mean vilue of the energy of loiiirition is 
foind t)be 135 9 K ciK whi h is m g)>J a»reen«nt with the spe troscopically 
determined value within limits of < xp< iiinentil error 

lullowing the method developed in the piper on lithium the e n for AI+ has 
ilso been determined bv applying the space charge theory to unipolar positive 
current pioduccd bv M* ion The value obtamel is 1 22 X lO^’ e s u /gm 

I InTRODTJC llON 

In the present paper the thermal ionization of aluminium has 
been studied and the specific charge of Al'*' determined Similar 
studies were made with Lithium (Snvastava and Bhatnagai 1946) 
ail ciLium (Bhitnigar 1917) A full account of the apparatus 
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'it 

used for the study of thermal ionization has been given by Srivas- 
id/a (1940). In order to determine the specific charge a strong 
electromagnet has been recently included in the apparatus. A 
complete description ol the elcttiomagnet, of the experimental 
prf)cedure for determining the specific chaige of ions, and of the 
theory underlying the method is given in the paper on lithium, 
(Srivastavd and Bliatnagar 1946). 

The method is applicable only to unipolar currents, i.e., the 
currents produced by one type of charged particles. This condition 
is experimentally realised by deflecting away tl c electrons from the 
effusion beam, with the help of the electromagnet. The method 
gives very satisfactory results, and helps in the identification of the 
particles producing positive currents in the study of the thermal 
ionization of elements. 

2. Thfrmai lomzAiioN or Ai UMiNniM 

The problem has greater experimental difficulties than hitherto 
encountered in our study on the thermal ionization of elements 
due to the fact that aluminium has a very low vapour pressure and 
even at temperatures as high as 1500'’K of the container in which 
the element is placed during the experiment, no measurable ioniza- 
tion was produced in the main furnace. After a large number of 
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trials, it was found that no separate side-tube attached to the main 
furnace and heated by conduction from tLc latter, as lias been 
employed so far in all previous experiments, could produce the 
required temperature. The side furnace was, therefore, dispensed 
with and in its place, a small plug (see fig 1) with a shallow cavity in 
its neck was .screwed on to the main furnace such that the sul^tance 
contained in the cavity was in level with the walls of the main 
furnace and had the same temperature as that part of the graphite 
tube 

This portion of the tube is at a lower tempciature than the 
central part of the graphite furnatc, hut is incandescent enough to 
enable its temperature to be read with the pjrometer, which has been 
throughout employed to find the tcmi etature ot the n ain graphite 
furnatc. Aluminium in the form of fine pow du was introduced in 
the c.ivity at the top of the jilug which wa.s then screwed on to the 
main fiinacc 

The ionization currents pi oduced b) eUctrons and the positive 
ions were measured at various temperatures and the corresponding 
equilibrium constant A' cilculatcd with the help of the following 
relation (^Sec Srivastasa 193M eqn. I.*)' 

,. (/-y 1 ,^ \f/ii w,, 

r-.S- I ) fn l-onxl()"/ • • 

where r= the radius of the apertuic in the limiting diaphragm. 

(l=i\\c distance between the effusion hole and diaphragm 
S area of the effusion hole and all other fiuantitics have 
their usual significance 

The ionization formula 
log A- -log 

Pa 

- -4 -i-5 log r-6-479 f log 2+log // ( T. log h 'T J2) 

with the help of (1) then gives £7, the energy of ionization per gram 
atom. The term h{T} comes out to be 2’0()00 and li\ T) 1 0000 
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The available data on the vapour pressure of aluminium fortu- 
nately cover the range of tenipeiaturc over which observations have 
been taken in these experiments. 

Table I gives the results on the tl ermal ionization of aluminium. 
ig~ and in columns 4 and 5 are the zero-field values of the 
current obtained as explained in the paper on thermionic work 
function of graphite (Bhatiiagar, 1914). The value of the energy of 
ionization so obtained agrees well with the spcctroscopicall) deter- 
mined value. 


TABLE I 

Radius of effusion hole — 0‘8 mm. 

Radius of the aperture in the limiting diaphragm =4.2 mm. 
Distance of diaphragm from effusion hole = 18 mm. 
Sensitiveness of galvanometer*® 1 ‘25 y 10”' amp. mm. 









Temp, of Temp, 
graphite of Aux. 
furnace furnace 

T (Abs) T (Abs) 

log/> in 

1 main 
furnace 

1 

111 

mm 

ii 

)U 

mm 

lug A* 
(Atmos) 

U in K 
cals 

1840 

1660 

1 2223 

1.500 1 


15 7373 

in 2 

1850 

1665 

\ 21-79 

1.5.30 

30 

16-2424 

137-4 

1863 

1675 

1 3731 

2010 

56 

15-8142 

135-3 

1878 

1683 

1 3987 

2280 

65 

1.5 9112 

135*6 

1903 

1705 

I 5233 

4200 

83 

14-1639 

135*3 

1908 

1705 

1-52441 

3600 

80 

11-0810 

136*4 

1930 

, 1725 

1 -6244 

5100 1 

95 

14-2120 

136*9 
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3. Determination of e'm 

After the alum’nium has been ionised in ti e main fuuiacc, tl e 
products of ionization consisting of electrons and ionised atom eflu'e 
out of the effusion hole. The electrons arc dc/heltd of! licni lie 
effusing beam by the electromagnet, as tl cy tra\erse tie path bet- 
ween the effusion hole and the limiting diaphragm, «nd on!) the 
positive ions, which arc very little affedrd b\ tie iragnctic fie'd, 
enter the space between the diaphragm and the Faiaday cvlinder 
The positive ions are collected by (he Faiaday cylinder which is 
maintained at a suitable negative potential, and the flow of the 
positive ions from the diaphragm to the Faraday cylindci constitutes 
the unipolar positive turrents to which the space charge theoiy nia^ 
l>e applied. The currents are mcasuied at various aicelerating 
voltages (see table II) and are given bv the relation (Srivastava 1916) 


On { m / ' 


1 approx. 


ri) 


where the interelectrodc distance, i.c., the distance between the 
diaphragm and the Faraday cylinder, and = the area of the apcrtuic 
in the limiting diaphragm. 

TABLE II 

T=lfi50''K, v = 21 mm, J n (0'12)-*sq cm 


1’ ill \olts 

e/ in mm 

"> 

29 

!•() 

34 

11 

35 

T6 

36 5 

2 0 

39 

2 .5 

41 

3'() 

41 

1-0 

49*.5 

5'0 

52 
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Plotting against F we get the curve of Fig. 2. The slope of 
the curve which is equal to 

r\/2/ ^ y/Myp 
L97rU/ x-*J 



from equation (3) then enables us to calculate e‘m. The value of 
so calculated is 1 ’22 c.s.u /gm which agrees well with the value 
for Al'*' obtained by direct calculation and establishes beyond doubt 
that the positive current in the experiment on the thermal ionization 
of aluminium is due to Al.'*' As shown by Srivastava (1946) this 
method is capable of yielding values of em correct to about 15%. 

My sincere thanks arc due to Dr. B. N Srivastava, D Sc., under 
whose guidance this work was done at the University of Allahabad. 
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ABSTRACT 

In p irt I of the serit s, the compositions of chloromcr curie acids h ive lieen studied 
by the electiical conductiv itv method. In this pajH'r the compositions ol rhloromer- 
c uiates, n-sultinij in the complex formation between inercuiic chloiide and potassium 
chloride have been descrilx'd. The method adopted for the study is the same as 
follortcd by the author for the study of various complex foi mins systems The con- 
d ictivitv curves rIvo in lie itions of the formation of the followmi? complex compounds; 
KCl, HrCI^ ; 2KC1, HgCl j an 1 4KCI, HgCh. 

iNiRom't.rio.N 

A large amount of work ha.< been carried on the natuie of (he 
(omplex mercuric compounds. In recent years Hhagwat and Toshni- 
w.iF investigated the bcliaviour of mercuric chloride in aqueous 
solutions. Yajnik and Uberoy* adopted some physico-chemical 
methods for the study of complex formation between mercuric salts 
and soluble halides, and Pernot® and Gallais^ studied the complex 
formation in non-aqueous solvents. Samuel and co-workers® studied 
the complex system by spectroscopy and Nayar and Saraf® investigated 
the Raman Spectra. Some of the workcis arc in favour of assigning 
the formula R,HgX4 to the complex formed, whereas others favour 
HgX'a as the formula for the complexion. Thus Krishnamurli’, 
A 47-3-2 



Ariiv K l)l Y 


()2 

Bidunc and 1 UiJlcbic( 1 1“ and Beinstcin and Mailin’ aie in lavour oI 
tiehttci formula lor the complt'c On the othei hand Solanki and 
Josiu ’ by conductivity, viscosity and rcfi activity mcasuicments claim 
to nave obtainei tne evidence for tiic existence of the following com- 
pounds lOKl, HgClj , 20KI, HgGl, and 4 5KI, HgClj, which 
novvever have not been confirmed by otnei workeis 

In view of the conflicting lesults obtained by various workers 
wc undci look the study ot tmsi problem and in Part I ot the aeries" 
we have mvcstigited the complex formation between meicuiic chloride 
and liydrochloiic and In this papei the woik has been extended to 
the study ol mdcuiic chlonde-potasBium chloride system. 

I.XPFRIMENTAI 

Speciht conductivity values loi •■olutions ol M/200 mcrcuiic thlo 
iidc ol different comcntiations of potassium chloride and also for mix- 
tures ol vinous ((impositions weic accuiatelv detcimincd at 30” 


The expeiimcntal lesubs are given in the following tables 

Electrical conductivity of M/200 mercuric chloride = 6 343xl0“* 
mhos 


Tabu I 


Sjienlic (ondnctiMtv 

C uin intr it ion 

M/10 

M/.O 

M/»0 

M/40 

M/50 


1 potassium chloride 


different dilutions 

1 lecliical cond'K ti- 
\it> 111 10 * mho> 

12 84 

6 863 

4 792 

3 537 

2 856 
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9/m/> of Mercunc ( hloti U and S)lubli ( hlondu 


inientiati in 

Electrical conducti- 
vity in lO"’ mohs 

M 60 

2-120 

M 70 

2 09(. 

\1 fiO 

1 798 

M 90 

J 71 i 

M 100 

1 IHi 

M no 

1 1.9 

M 120 

I 217 

\I 1 10 

1 01 1 

M 160 

0 9282 

\I 180 

0 }(r8 

M 200 

0 7r)6 

M/210 

0 ()52(» 

M 280 

0* ') !()2 


I MU I II 

Specilu rondiKtnitv oi niixtuirs of inercuiu chloride and potassium 
chloride of \arious compositions 

Final concentrations of the 


constituents in the mixtuie 

Ratio 

Specific 

conductivity 

HgCl, 

KCl 

HgCl. KCl 

10 *mhos 

M/20 ) 

M 1 

1 

20-0 

1 1 074 


M/20 

1 

10 0 

6 97i 
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Final conccntiat'ons of the 
constituents u’ the mixture 

Ratio 

Spf cifi 

HgCl, 

KGl 

HgCl, : KCl 

cond ictivity in 
lO"-* niohs 


M/J(> 

1 : 6.r)7 

4 856 

) V 

M/m 

1 ; "i 00 

■i 58.5 


\f m 

1 : 1.00 

2.061 


M bO 

1 : 4 H 

2 552 

1 ^ 

M,7(I 

1 : 2.n> 

2 120 


M 8(1 

1 : 2 50 

1 .81() 


M ‘0 

1 : 2.22 

1 .740 

■ 

M 1(){> 

1 ; 2.00 

1 . 165 

• 

M ll(» 

1 : I «2 

1.142 

» 1 

M 120 

1 '. I b7 

1 .210 

• 

M HO 

1 : l.H 

1 027 


M lb(» 

1 : 1.25 

0.9425 

1 • 

M IK) 

1 : 1.11 

0.8221 


M,20 ) 

1 : I .( 0 

0 7579 


M/.40 

1 : 0 8i 

0G419 


M/.8() 

1 : 0 71 

0.5545 


Discussion of Results 

It is well known that the physical properties of mixtures rot yield- 
ing complexions are additive. The conNcrse is aho true and any change 
in the ph)^ical properties of mixtuics is usually due to complex forma 
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tion. From the experimental data recorded in this paper the percentage 
change in electrical conductivity due to the complex formation bet- 
ween mercuric chloride and potassium chloride Iravc been tabulated 
below. 

Tabu III 


Mixtures of mercuric chloiidc and potassium chloiide 


Composition 

Sum of the 

Observed 

Diflcrencc 


of the 

conductivities 

conductivit) 

in 

Percentage 

mixture 

of the 

of the 

10“‘ mhos 

difference 

HgCla : KCl 

constituents 

mixture 




in 1 0“^ mhos 

in mhos 



1 ; 20.0 

12.81 

1 1.071 

2 11 

1 .81 

1 : 10.0 

6 869 

6 971 

1 01 

1 .51 

1 : 6.()7 

4.798 

1.856 

0 58 

1 21 

1 : 5.00 

3.541 

1.585 

0.43 

1.18 

1 : 1.00 

2.862 

2 %1 

0 09 

3.46 

1 : 

2.426 

2 552 

0.26 

1 .07 

1 : 2.86 

2.102 

2.120 

0.18 

0 86 

1 ; 2.50 

1 .801 

1 .816 

0.12 

0.66 

1 : 2.22 

1.719 

1 .719 

0 30 

1.71 

1 : 2.00 

1 . 122 

1 165 

0.1.1 

3 02 

1 : 1.82 

1 335 

1 .312 

0.07 

0. 12 

1 ; 1.69 

1.243 

1 .219 

0 06 

0.48 

1 : 1.43 

1 .020 

1 .027 

0 07 

0 69 

1 ; 1.25 

0.9345 

0.9425 

0.08 

0 86 

1 : l.ll 

0.8141 

0.8221 

0.08 

0.98 

1 : 1.00 

0.7419 

0.7579 

0.16 

2.15 

1 : 0.83 

0 6389 

0.6119 

0.03 

0.47 

1 : 0.71 

0.. 5.525 

0 5545 

0.02 

0.36 
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From the above table a graph has been plotted with percentage 
difTcrcnce in conductivity against the composition of the mixture 
The curve shows sharp breaks corresponding to the following composi- 
tions of the mixture : IKCl, 2KC1 and 4KC1 for 1 molecule of HgClj. 
Thus we conclude that the following chloromercuriates arc formed by 
complex forniation between mercuric chloiidc and potassium chloride : 
KCl, HgCla ; 2KC1, HgClj and 4KC1, HgCla. It will be of 
interest to remember that in Part I, similar complexes were found 
to be present in a mixture of mercuric chloride and hydrochloric acid 
solutions. Some workers have reported the formation of a compound 
1/2KC1, HgCla, which was not found by us, as we did not work 
with extremely dilute solutions of potassium chloride. It i.s likely 
that this compound may also exist under suitable conditions. 


Conductometric Study of HgCI, KCl System 



1 ♦ »■ ‘ »“ 10 I’t i* " 10 » 

Values of the fraction • cone, of KCI/conc HgCI, 
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*itudy of Menuric ( /iloiide and ^olubit Chloti/n 

Fiom these studic>, 1 i n oi opinion, tint sim^' scvci il wtU dcfuK d 
CO npounds are capable of existence, involving vinous pi opoitions oi 
mercuric chlonde and potis<«ium chloride the wide v inition in the 
compositions of these complexc<? as found by diffeicnt woiktrs is quite 
likely, as their pioducts may easily be a mixture of one or moie of such 
complexes 

R f, me 
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CHEMICAL EXAMINATION OF THE ROOT-BARK OF 
ALANGIUM LAMARCKH 

By 

M. P. Singh and J. D. Tewari 

The plant Alangium Lamarckii belongs to the Natural Order 
Cornaceae and is reported to possess important medicinal properties. 
The part mostly used as medcine is the root-bark which is up to 
2 mms. thick, brittle and d«irk brown in colou*’ and highly bitter. 
Leaves and fruits also find use in medicine. The loot-baik is dcsciibed 
in the Nighantu as bittei, mucclagimms pungent, apeiieiit; it expe's 
worms, wind, phlegm and poison. The leaves aie used externally 
to relieve rheumatic piiiii, and the fruits mleinally to cure phthisis 
and skin diseases. 

From personal experience Sheriff (i) states that the bark is a 
good substitute for Ipcacuanhe, and proves useful in all eases in which 
the latter is indicated, except dysentery. It is given in syphilis and 
leprosy; the native (onsider it to be alcxiteiic abxitcric, espetially 
in cases of bites fioni rabid animals. Dey. (2) reports its usefulness in 
simple continued fever. Chark, Sharang-Dharsamhita and Bhava- 
prakasha describe it as an antidote to snake venom. 

The presence of a noncrystallisable alkaloid, provisionally named 
Alangine was reported by Dy mock, (3) as far back as 1891. Later 
on, in in 1893, a reference of the same appeared in Cheinischcs 
Zentralblatt (4). Chopra in 1933. (5) subnotted the drug to 

detailed chemical study. He says, “ Detailed chemical examination 
revealed the presence of an alkaloid and fair amount of Potassium 
chloride, but no tannins ot glucosidcs. The bisc was purified to 
a great extent but all attempts to prepare a crystalline salt have 
thus far failed. The sulphate of the bass was obtained as a white 
powder which was found to be hygrossopic and had a tendency to 
turn yellow on keeping.” 
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Neither the alkaloid nor any one of its salts have so far been 
obtained in a crystalline form. It had not been possible even to 
decide whethci the alkaloid was a sini*le rompouiid or a mixture 
of others, dilfcrinR but slightly in their chemical and physical proper- 
ties. The prosence of charactcrisdc groups and the nature of the 
nitrogen atom in the molecule of the alkaloid too, had not been 
studied. 

In this series it is intended to throw more light on the above 
mentioned points. The present study was already in progress 
when a paper by Dutt and Parihar (6) appeared^ giving results of their 
investigations on the drug. They report the presence of a single 
alkaloid — Alangine — to which they have a.ssigncd the formula 
Ci.HjaOjN, — (M. P.205— OB ’C. with deconi.) A minibcr of the salts 
of the alkaloid with their melting points arc given. A few colour 
reactions arc also given. The authors have given no reference of the 
previous work in the field. The colour reactions and the molecular 
weight that they have found out arc quite different fioin those given 
by Dymock. The present author'* have isolated three different 
alkaloids-two isomeric with each other, and a third different from 
these two; from the same drug, and have piovisionally named them 
(i) Alangine A, (ii) Alangine B. and (iii) Alangininc. If is very 
probable, therefore, that the Alangine cither of Dymock or Dutt and 
Parihar, is but a mixture and not a pure single individual compound. 
This is further supported by the fact that cthylacetate in which all 
the three alkaloids isolated by us, are soluble, has been used near the 
final stage of extraction by Dutt and Parihar. Naturally the preci- 
pitate that they obtain by adding a mixture of ether and petroleum 
ether (2:1) to the concentrated ethylacctate extract must also be a 
mixture of all three alkaloids. In the final stage of purification, the 
use of chloroform by them, in which solvent also all the three alkaloids 
are soluble, leave no room for doubt that they hre dealing with a 
mixture and not a pure substance. The following table gives the 
values obtained by Dymock, present authors and Dutt and Parihar:—* 
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Authors M P. 

wt. 




^ (I 




n \*x\ IS 


N*^!) OPH 
KhHd. his. 


Mole- 

cular 

formula. 


(I)Dymock 2b6 

Dutt and 291 205°— 08” 7() 25 8‘^b . 4 08 4-68 10-3b 

Parihsit — O.N. 


(3) Present Author. 

(i) AlanRincA .. 3')3 21‘)° -20° 72-27 7-t() 8 34 4-21 17.54 GjiH -.OgN, 

(ii) AlanRim-B 35 i 105° U7° 72 2 0 7 41 8 IH 4-1.5 17-49 C ,Hj 0.,Nj 

(m) AtciTiKiiiine . , 245‘ 47° 73 5b 8 4b . . . 

Furlhcrmore the different e between the pert entages of nitrogen 
determined by the Dumas and the Kjcldahl’s methods show that in 
the molecule of the alkaloid mtrogen exists in two different forms and 
the possibility of a ring nitrogen is consequently inferred. Such 
a difference is not recorded by Dutt and Paiihar. 


ExPFRIMhNTAL 

Preliminary assay of the root-bark revealed the presence of about 
-91% of an alkaloid on the air dried material. 25 gms. of the air- 
dried root-bark was successively extracted with the following solvents: — 

1. Pctroleumcther (40'’ — SOq): —A dark brown viscous oily 

substance '45% was obtained. 

2. Absolute ether: — A dark brown viscous oilv substance 

•84«„. 

3. Absolute alcohol: —A daik brown hygroscopic mass 5*7%. 

4. Alcohol 70^0 : -12-15«,.. 

Isolation : — 

10 lbs. of the air diicd root-bark was finely powdered and 
extracted with a cold homogeneous mixture of 90 parts ether, 10 parts 
alcohol, and 2 parts liquor ammonia, the final percolation being done 
after stirring up the drug with some alcoholic ammmia The perco- 
lates were individually treated with dry hydrochloric acid gas in the 
cold and the ethereal solution decanted off from (he precipitated hvdro- 
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chlorides of the bases, ammoniated with liquor ammonia and used for ' 
subsequent percolation. After three percolations the ethereal solu- 
tion was made ammoniacal and then just acidic with acetic acid and 
ciher distilled off on the waterbath for fresh use. From the residue 
left behind, the residual base was recovered by removing fatty matter 
with pctroleumether (40' — 60’c) and dissolving out the salts with cold 
and finally with some waini water. The combined hydrochlorides 
got from the different percolates and the aqueous solutions of the salts 
of the residual alkaloids were mixed together, the base precipitated 
with sodium carbonate (1%) and shaken out with chloroform. The 
chloroform layer was allowed to stand for 24 hours, filtered and shaken 
out with 1% oxalic acid till in the last extract no precipitate was 
obtained by adding Meyer’s reagent. From the solution of the 
oxalates thus obtained the bases were fractionally precipitated with 
ammonia shaken out with ether and three fractions collected after 
rationally missing the different initial fractions according to their basic 
solutions thus obtained were dried over anhydrous sodium sulphate 
^engths. The three ethereal and concentrated to a small volume over 
waterbath at 50 V. A light brown solid seperated in all the three 
and was collected over a filter paper, washed a few times with dry 
ether and stored as fraction A. From the respective mother liquors 
on largely diluting with petroleum ether a deep yellow substance was 
obtained and wa.s named fraction B. The fractions A and B were 
further purified by repeating the above treatment and finally by 
dis.solving them separately in dry acetone which did not dissolve a 
very small crop of a cream coloured substance (M. P. 245° — 47° with 
decomposition). The acetone was removed, the solids dissolved 
separately in drv ether, the ethereal solution concentrated to a small 
volume and the base precipitated by adding large volume of petroleum 
ether. The three substances were obtained: — ^Alangin A. (M. P. 
219°-20°c. with decom.), Alauginc B (M. P. 105°— 07°c. with decom.) 

and Alanginine (M. P. 245” — 47°c.). They have a tendency to darken 
in colour in the presence of heat and sunlight. This tendency is 
maximum in the case of Alangine B and least in the case of Alan- 
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genine The yields respectively of Alangine A Alangine B and Alan- 
ginene on the air dried material are 15% 10®u aid 001% 

Alangine A — (M P 219 — 20 C ) is i light brown crystalline 
solid when freshly crystallised from hot ben/cne but giaduillv goes 
on darkening m colour becoming more and a ore brow n under the 
influence of heat and light It is solubk in chloroform acetone 
ethylacelate ethyl ind methvl alcohols sparingly so in ether benzene, 
(hot) and insoluble in cold benzene pctioleum ether ind water It 
Yields marked pi ecipitatcs w ith dll the alkaloidal leagcnts and shows 
colour reactions as given m tible 2 below It is soliblc in mineral as 
well as organic acid solution giMog m ill cases a light oi inge 
solution which on csapiration deposits respective rlt as an amor 
phous )ellv The salts are extitniely bitter in t iste and show bl iish 
fluorescence From chlorcfirm s litim if deposits it once a daik 
brown b omine addition product when i solution of bromine m chloro 
form is added 

Found— C -72 26 72 28% N-7 35 7 24°/ N-8 43 8 25o® 

(Duma s) 

N-4 18 4 24% (Kicldahl s) 

Mol Weight 350 360 (Rast s) 338 6 338 9 (Ignition of the 
chloroplatinate) 

— OCH3— 17 49 17 59°o Br m bromo compound 40 04 

40 23% 

0,N reqjires — C-71 38 % H-7 08 % N-7 93 %, 

—OCHg— 17 56®/ (two gioups) Br — 40 5®/ (3 bromine atoms ) , 
Mol Weight = 353 

Alangine B MP 105*-07*C It is a deep yellow amorphous 
solid when freshlv obtained It gradually changes to brick red 111 
colour by the action of he it and light and this tendency is greater in 
this compound than in Alangine A It is easilv soluble in chloroform 
acetone ethvl and methyl alcohols and ethvHcetate When fteshly 
piepared it is also easilv soluble in ether and benzene but the solu 
bilitv in these latter solvents goes on decreasing on keeping Probably 



6 


M. P. SiNOH ANU J. D. Tf.wari 


th'it is due to a change of Alangine B to Alangine A. In other 
properties it is similar to Alangine A. 

Found : -r:-72-18; 72 05.%. H = 7-21 ; 7-13%. N=8-04. 8-12%. 
Mol. Wt.-.355; .362 (Rast’s). 340-6 ; 338-9 (ignition of Platinum 
Chloride.). 

— OCH, -16-95; 17-13%. Bi =39-85; 40-17%. 

CiH..O,N. requires:- C = 71-38%, H = 7-08%, N = 7-93%. 

OCHj 

-OCH.= 17-56%; C.,H,.ON. 

PCH, 

Br. = 10-5 % C, H Br(Br,) O^N^. Mol. Wt. =353. 

Alangininc: -(^M.P. 245'’ -47'’C. It is cream coloured amor- 
phous solid. This .xlso changes in colour on keeping but the change 
is very very slow. It is soluble in ethyl and methyl alcohols, but 
insoluble in acetone, ethyl acetate, benzene and sparingly soluble in 
ether. The yield of the Alanginine was verv small. Its properties 
and analysis etc., will be given later on when siifllcicnt quantity of it, 
is isolated in pure form. 

Fill thcr investigations, regarding structure of the compouds, are 
in progress. 


Table II 
Fiochde’s 
reagent 


Fadmanus, 


Vanadium 

chloride. 


Alangine A ... . Violet changing Yellowish brown (Jreen changin > 


to green. 

Alangine B . . . Ditto 

1, Indian Plants and Drugs 

By K. M. N-indkai ni. 

2. PhamnacoRorphica Inditci 

By W. Dymock. 

3. Indegrnous group of India 

By Lt. Col. R, N. Chopra. 

4, Dutt and Sinha 




to blue. 


Ditto 

. Dirty green, 

1908 

P. 

24. 

1891 

Vol. 11. 

1933 

P. 

272, 273. 


Indian Academy Vol, XXIIL No. 6, 
of Sciences. 1946. P. 325, 



OXIDATION OF SULPHUR AND ITS COMPOUNDS IN LIGHT 

By N R Dhar and B V S Rachavan 

Powdered sulphur is 1 lively used in the icclimatim of alkali 
lands in Amine a and Europe 20 to M) cwts of powdeied sulphur arc 
used per acre In his presidcnti il address to the Niti anal Academy 
ol Sciences Dhai slUtd as fallows 

‘ In course of time the sulphui idded to the soil is oxi lizcd to 
sulphuric icid by the joint aetion of bicteria eatalvsls end light and 
hence the sodium caibonite of ilkili soil is neitiili/ed with the 
formation of sodium sulphate wliirh c in be washc 1 aw iv by flooding 
the lands From some preliminary expeiimcnts N R Dhar and 
S K Miikheijec* cancludul that when poweleicd sulpiir is mixed 
with alk ill soil Ol noimal soil moie sulphur is oxidued in light than 
in the daik under identic il eonditions Puitly ehemical oxidation of 
sulphur has been icpoitcd lobe a slow process and it depended 
upon the modifieation of sulphui used In this communication we 
arc submitting the results obt lined on the oxidition ol finely divided 
sulphur sodium thiosulph itc and sodium sulphide in presence of sand 
both in sun light and in d uk undi r stcnlc and unsteiile eonditions 

Experimental (a) 100 grs cf sand were taken in three sits in f rkn 
meycr flasks to each of which 1 gr ol powdeied sulphui was added 
To one of the flasks ^ gr of sodium bitaib mate and to a second flask 
\ gr of sodium phosphate (N i HPO lOH^O) wcie added and to the 
third flask neithfi laibonate nor phosphate was added Water was 
added at regular inters als and the flasks were shaken One set of 
flasks was kept in light and another similar set in dark by covering 
them with a black cloth The amount oi sulphate produced was 
estimated as banum sulphate making correction for the small amount 
of sulphate mitially present in the flasks before exposure 

{b) In other experiments instead of powdered sulphur sodium 
sulphide prepared by passing hydrogen sulphide into solution of 
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sodium hydroxide, and also sodium thiosulphate were allowed to 
oxidize in the presence of sand both in light and in dark and under 
sterile and unstenle conditions The steiilization was earned on in 
an autoclave at 15 lbs pressure for two hours The results obtained 
are as follows — 


Tabll 1 

Surface 100 grs Exposure lasting 100 hrs 

Correction was ipplicd for the initial amount of sulphate present 
‘ Unstenle oxidations ’ 


Columns 


1 

2 

1 

3 

4 

5 

Matenab used for oxidation 

' 

Sulphunc 
acid obtained 

1 with only 
the oxidisable ^ 
material -h 
sand 

Sulphun 
ncid obtained 
with i ^ 
NaHCOj 
+ s'ind 
oxidw ible 
ir itenal 

Sulphuric acid 
f btamed with 
tgr Na HFO, 
4-sand+ 
oxidisable 
material 

1 gi of sulphur 

1 I ight 

0 0221 gr 

0 0241 gi 

0 0251 gr 


Dark 

0 0129tnr 

0 0155 gr 

OOlbOgr 

25c c of hypo containing 

0 5646 gr of hypo or 

I Ight 

0^21 g^ 

0 0964 gr 

0 0994gr 

0 1613 gr of sulphur 

Dark 

0 0678 gr 

0 0686 gr 

0 0697gr 

25c c of sodium sul phide solu* 

light 



BSSHBl 

tion containing 

0*1680 gr of sulphur 

Dark 

0 0470 gr 
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Table 2 
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Surface 100 grs Exposure 3^ months 

(Correction was applied for the initial amount of sulphate) 
(Sterile and unstenle oxidations) 


1 1 

1 

1 

\ 

4 1 

5 



Sulphuric 
acid obtained 
with only 
the oxidisablc 
matter + 
sand 

Sulphuiic 
acid obtainr*d 
with i KT 

Sulphunc 

acid 

obtained with 

Matenala u&cd for oxidation | 


NaHCOg 
+ sand + 

^grNa^HPO 
+ sand + 



oxidisable 

oxidisable 



material 

material 


Light 

Unstenle 

0 lb62 gr 

0 1997 gr 

0 2094 gr 


Light 




1 gr of Sulphur 

Sterile 

0 0881 gt 

0 0968gr 

01193gr 

Dark 

Unstenle 

0 0921 Jsr 

0 1 1 76 gr 

0 1221 gr 



Dark 

Sterile 

0 0458gr 

00613gr 

00629 gr 


Light 

Unstenle 

0 3977 gr 

04115gr 

0 4496 gr 

25 c c hypo containing 

Light 



Sterile 

0 2236^ 

0 2447 gr 

02522gr 

05654 gr of hypo or 

Dark 



Unsterde 

0 3039 gr 

0 3118 gr 

0 3196gr 

01615gr of sulphur 

t>ark 

Stenle 

0 1684gr 

01804 gr 

0 1837 gr 

25 c c of sodium sulphide 

Light 

h 2859 gr 



contaimng 

Unstenle 

I ight 

0 3033 gr 

i 0 3i24gr 


01624gr tf sulphur 

Stenle 

0 1643 gr 

01752 gi 

0 1846 gi^ 

Dark 

Unstenle 

1 0 1628 gr 

0 1684 gr 

01733 gr 



1 Dwk 

1 Stenle 

1 

0 0848 gi 

00902 gi 

00959 gr 
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The experimental results show that both under sterile and 
unsterile conditions more sulphate is formed in the light than in 
the dark. Moreover in presence of sodium bicarbonate and sodium 
phosphate there is more of sulphate formation, than in their 
absence. The longer the time of exposure the greater is the amount 
of sulphate. These results clearly show that powdered sulphur, 
sodium sulphide and sodiiun thios\ilphatc can be oxidized to sulphate 
in presence of sand under the complete absence of bacteria; the 
oxidation is much accelerated by exposure to light in .which the 
amount of oxidation - is approximately double that obtained under 
identical conditions in the dark. Under sterile conditions, like other 
oxidation processes mild alkali and phosphate accelerate the oxidation 
of sulphur, sodium sulphide, and sodium thiosulphate both in light 
and in dark. It is clear therefore that when sulphur or sodium 
sulphide or sodium thiosulphate is added to the soil or to sand, light, 

‘ micro organisms and surface facilitate their oxidation to sulphuric acid 
under tropical conditions. 

^Summary. These experimental results show that when powdered 
sulphur, sodium sulphide, sodium thiosulphate are mixed with sand 
they are slowly oxidized to sodium sulphate. Under sterile condi- 
tions the oxidation is less than under unsterile conditions. The 
oxidatipn is facilitated by small amounts of sodium bicarbonate and 
sodium phosphate. Of the three substances investigated sodium thio- 
sulphate seems to be the most photosensitive. 
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(3) WAKSMAN' — Principles cfsoii microbioi >«y pages 527, 1931. 



SYNTHESIS OF HIGHER DIBASIC ACIDS FROM LOWER 

ONES IN THE SERIES 

PART I 

Synthesis of /^^-dimethyl and fi |?-diethvl-adipic acids 

By 

L. D. TtWARI AND J. D Tlwari 

van’t Hoff in his structural theory did not postulate the carbon 
tetrahedron to be rigid and the directions of the Valencies were what 
he said, oily when the fo ir groups attached to them were identical 
and were hydrogen atoms. (Sidgewick, ‘Covalent links’ page 201). A 
change in the directions of the valencies occurred by loading them with 
uneven molecules. The tetrahedral angle of Baeycr 2 tan”^v^2 = 109'5“, 
was the angle subtended at the centre by one of the sides. The 
change in the angle produced by substituents was calculated by Thorpe 
and Ingold on the basis of the molecular volume of the attached groups, 
Traube’s^ constants for the atomic volumes of methyl and carbon atoms 
were made use of, in determining these values. 

When four hydrogen atoms were attached to the carbon atom 
the normal angle was 109”28'. This changed with the different load 

H , ^C- 

on the valencies. In 0iJ>G , Oa ^ greater than flj, because 

^C- 

moleciilar volume* of carbon is greater than that of hydrogen. Any 
attempt to reduce 6^ which can be done by ^changing dj, will lead to 
easier formation of a carbon ring, if the arms which subtend the angle 
were open chains.. .Thorpe- and Ingold have fhrnished experiniental 
evidence to prove that the ease of cyclopropane ring formation was in 
the folldwin^ order. It decreased from (i) to (iv) and was least in th« 
Qase of (iv). 
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This is a chemical evidence on which the * Deflexion Hypothesis * is 
based. The experimental value of alkyl substituted glutaric adds 
are in agreement with the above. 

P alkyl substituted glutaric acids facilitate the formation of a three 
membered ring system If in one of the arm chains attached to 
l^-carbon atom in alkyl substituted glutaric acids, one more methylene 
group be introduced, it should facilitate the formation of a cyclobutane 
nng, under the conditions where P alkyl substituted glutaric acid yielded 
a cvclopropane ring 

Thus in u haloginated glutaric and a dipic acids the action of alkali 
can be postulated as follows • 




^CHBrCOOH ^ 
^ CH.COOH ) 


CH COOH 


HC^ 

COOH 


H,C^ 


CH COOH 
CH COOH 
CHOH COOH 
CH, COOH 


CHj-CHBrCOOH 
CH.-CH COOH 




.CH-CH-COOH 

c1h,-ch,-cooh 


CH, - CH-COOH 
djH -(ilH- COOH 
-CH, CHOH COOH 
(in, -CH^ COOH 
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Higher Dibasti Acids from loiver ones 

Actual experiments of Ingold and other show that with dilute 
alkali nearly whole of the acid is converted into hydroxy acid and with 
concentrated alkali about 50% of cyclopropane dciivativc was 
produced contaminated with hydroxy acid and a trace of glutaconic 
acid, when glutanc acid was examined In case of adipic acid, a 
marked difference was observed f thyl a chloroadipate, and ethyl 
a bromoadipa^^e on boiling with 2N sodium caibonatc yielded 90% 
hydroxy adipic acid The above halogen compounds of adipic aads 
under exactly similar conditions as have been used in cases of similar 
glutanc acid compounds, on treatment with strong alcoholic (methyl) 
potash, gave cvclobutane dicarboifylic acid only m traces and the 
greater portion of the identified material was hydroxy product The 
experimental evidence indic ited that the formation of cycolbutane nng 
IS attended with considerable difficulty as compared to the formation 
of cyclopropane ring, even when the similai methods were used for their 
preparation The cyclopropane ring formation in the alkyl substituted 
glutanc acids was m the oider predicted by Thorpe and Ingold’s 
hypothesis 

Spiers and Thorpe were convinced that the introduction of gem 
groups into malomc acid or into glutai ic acid in fip position leaves the 
symmetry of the molecule unchanged There is thus no free rotation 
effect to be considered and acids of such senes are strictly comparable 
with one another In succinic acid although the symmetry of the 
molecule is modified slightly yet the same ap]>lies to it 

It remained to be determined how similarly substituted adipic acids 
behaved The field had remained unexplored foi the synthesis of 
such adipic acids was attended with considerable difficulties 

The usual methods for the conversion of a lower dibasic acid into 
a higher one fail when applied for the preparations of substituted 
adipic acids Then it was proposed, that attemps to introduce a methy- 
lene group in one of the free arm chains carrying carboxyl groups in 
glutanc acids (jSjS-sub^ti luted), be made A method was devised on the 
hnes, based on the conversion of ortho-mtro-benzoic acid into, ortho- 
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nitro-phcnyl-acctamide**, and expcnmcnts were started to convert fiP- 
dimethyl and 0P-diethvl-glutanc acids into corresponding adipic acids 
j3^-dimcthyl and ^^-diethyl glutanc acids were prepared from acetone, 
diethyl ketone and cyanaceticeaster m ice cold alcoholic ammonia 
The imide formed was hydrolysed with strong sulphuric acid, and fifi- 
dimethyl glutanc acid was purified and converted mto anhydride 
The anhydride was boiled with absolute alcohol and ethylhydrogen 
^/3-dimethyl glutarate formed was treated with thionyl chloride The 
chloride formed by the replacement of the free hydroxyl group in the 
acid ester, was allowed to interact with diazomethane The diazo- 
ketone vyas turned into the amide of p/l-dimethyl-adipic acid by the 
action of ammonia and silver nitrtte on its alcoholic solution On 
hydrolysis the amide yielded the corresponding valcrolactone instead 
of the desired acid and |]fl-dtcthyl glutanc acid yielded a mixture of 
the valerolactone and P^-diethyl adipic acid The tendency of |5 subs- 
tituted amide seems to form a six membered lactone ring in preference 
to acid and hence frothing dunng hydrolysis showing evolution of 
carbondioxide From further exi-veriments it is evident that this 
tendency decreases with increase in volume or complexity of the ^-subs- 
tituted group The amide of dimethyl acid is under further investi- 
gation The valero-lactones were converted into corresponding aads 
by Blanc’s method^ Details of the preparations will be found m the 
expenmental part In Blanc’s process the preparation of lactone is 
not easy, consequently the starting material is not easily accessible and 
the process becomes increasingly difficult for other ^-substituted acids 
which however have been synthesised bv the authors method In 
adipic acid the /1-carbon atom from one Carboxyl group is Y-from 
another All the alkyl substituted adipic acids svnthesised are named 
as ^^-derivatives 

Further wo*'k in connection of synthesis of other adipic acids and 
their bearing as a whole on the ‘Valency deflection hypothesis’ is lO 
progress 



Htghtr Dibasic Acids from tower ones l5 

EXPERIMENTAL 

Ethyl Hydrogen ^^-DiMPTHYL&LLrRArE 

60 gms ^/)-dymethyl glutanc acid was prepared by Thole and 
Thorpe’s method^ and was converted into its anhydride 

50 gms PP-dimethyl glutanc anhydride was converted into ethyl 
hydrogen ^^-dimethyl glutratc and then into its chloride by interaction 
with thionyl chlonde 

Two instalments of 14 4 gms each of the chloride, were worked up 
for the preparation of PP-dimcthyl adipic aad 

Reaction wiih Diazomethane 

14 4 gms of chlonde were dissolved in 50 c c pure dry ether and 
the solution was added to a solution of diazomethane (3 gms ) in ether 
(300 c c cooled to — 20°C) The gradual addition of the former to the 
latter took about 4^ minutes The evolution of gas began to take 
place from the reaction mixture when the temperature rose to — 14*C 
The mixture was kept over night and the next day the ethei and excess 
of diazomethane were removed at the pump The temperature reached 
by it the previous night was 20"C The residue obtained after the 
removal of the solvent was treated with ammonia solution as follows 

PP-Dimethyl Adipic Acid 

3 4 gms ammonia gas was dissolved in 300 c c alcohol at 0*G and 
the above residue dissolved in 50 c c alcohol was added to it 7 5 c c 
10% aqueous silver nitrate was also added and the reaction mixture 
was left to stand over night Next day it was diluted with 50 c c 
alcohol and heated on a water bath Gas evolution was noticed at 
50‘G Dunng four hours heating the temperature of the reaction 
mixture was raised upto 70*G It was then filtered hot and diluted 
with water The precipitated amide was digested tn situ with 10% 
caustic potash and refluxed for six hours The alkaline solution 
was allowed to cool Then it was aadified with 2 normal sulphunc 
aad saturated with ammonium sulphate and extracted several tunes 
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with ether. The combined ethereal extract on being washed, dried 
with sodium sulphate and evaporated to dryness yielded a lactone, 
which was identified as |3^-dimethyl-valero-lactone. It had a M.P. 
29* -30* and a B.P. 234° -235*. 

Small quantities of the lactone (2 gms. each) were scaled with 
potassium cynide in glass tubes and the tubes were strongly heated. 
They were then allowed to cool and were cautiously opened and the 
contents treated with sulphuric acid. The acidic solutions were com- 
bined and saturated with ammonium sulphate. The acidic solution 
was extracted with ethers everal times, the ethereal solution dried with 
sodium sulphate, and evaporated to dryness. 

^|3-di methyl-adipic acid thus obtained was found to contain 
C - 55 04 % and H = 8.0 % . C^H , requires C = 55. 1 7 %, H - 8.05%, 
M.P. 87°. 


Ethyl-Hydrogen — ^|3-Diethyl Glutarate. 

60 gms. |lfl-diethyl glutaric acid prepared by. Deshpande and 
Thorpe’s method^ were heated under reflux with 50 c.c. acetyl chloride 
for three hours.Acetyl chloride was removed under reduced pressure 
and the residue was extracted with dry ether. The anhydride was 
obtained by the removal of the solvent from the ethereal extract. 

30 gms. j3^-diethyl glutaric anhydride was converted into ethyl * 
hydrogen-^^-diethyl glutarate, using 18c.c. absolute alcohol and heating 
it under reflux. The method followed for this conversion was Qpdrat- 
i-Khuda*s method**. 


Conversion into Chloride 

The acid estei (36 gm.) was converted into chloride by interaction 
with thionyl chloride (30 c.c.) '. 

The chloride distilled under reduced pressure of 15 — 20 m.m. at 
140*- 145°C. ‘ Yield 32 gms. 

It was treated with diazomethane in two successive batches 
16 gms. each and then converted into amide from which the acid was 
obtained on hydrolysis. 
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Reaction with Diazomftiianf 

A solution of diazomethane (gms.)in ether f ‘100 t c. ) was cooled 
to — 20°G and 16 gms. of freshly distilled chloride obtained as stated 
above dissolved in 50 c.c. of pure dry ether were added in drops with 
continual shaking to it and the addition was c impletcd in 45 minutes. 
The temperature of the reaction mixture was then allowed to rise slowly. 
Gas evolution from it started when the temperature reaehed - 12.5°C. 
The temperature of the reaction mixture was mamtained at — 12‘5°C 
to— lO’Ctill the gas evolution ceased It took about two hours. 
The reaction mixture was kept over night and the iniximuin tempera- 
ture reached by it till it was subjected to further trevtment was 20 C 
The solution indicated that some unrcacted diazomethane was present 
in it and that an excess of the reagent was used. Isxcess of dia/o- 
methane and ether were removed at a reduced pressutc and the 
residue obtained from two such operations wu'. subjected to furthei 
treatment in two separate batches, till the r iju red acid was obtained 

PP Diethyl Adipic acid 

, CHj CH, COOH 

^CHaCOOH 

3.5 gms. ammonia gas was dissolved in 100 c.c. absolute alcohol 
at 0“C. The residue obtained from the above reaction was dissolved 
in 50 c.c. alcohol and mixed with ammonia solution. 7.5 c.c. of 10% 
silver nitrate was also added and the whole was allowed to stantl over 
night, when it reached a maximum temperature of 18’C, It was 
then heated on a water bath after diluting it with 50 c.c. alcohol. The 
maximum temperature attained by the water bath was 70"C, as the 
heating was always so regulated that no vigorous evolution of gas 
from the solution may take place. At the end of four hours, the 
reaction mixture was filtered hot and diluted with water. The preci- 
pitated amide was digested with 10% caustic potash and was heated 
under reflux for six hours. It was allowed to cool and then acidified 
with 2 normal sulphuric acid. The acidified solution was saturated 
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with ammonium sulphate and extracted several times with ether. The 
ethereal extract was diied over sodium sulphate and the solvent was 
removed. This cth::rcal extract \iclded a liquid residue, yellow in 
colour. The residue was distilled under reduced pressure and a light 
yellowish oil was obt lined fiom it at 1874‘2 m.m. When this oil was re- 
moved fra n th' p ump and the liquid was naturally subjected to normal 
pressure and loom temperature, white needles separated from it. It 
was kept in a dcssicator over calcium chloride, so that the separation 
of the crystalline matter ma\ leach completion. After two days the 
crystalline substance was sepaiatcd from the oily mother liquor, washed 
with a little ether, dried b) pressing it between filter papers, recry- 
stallised fiom ethci, and examined. It was found to be (J^-dicthyl 
adipic acid and melted at 13'!° -.13 TCI. It yielded a silver salt with 
silver content 52 0% and requires Ag» 51.92%. It 

contained C = 59.31% , H = 9.()%; C„,lli, O, requires G- 59.41%, 
H»8.91%. 

The liquid which remained aftci the icmoval of the acid was 
found to be lactone. B.P. 136’ 138 /20 — 22 m.m. 
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SYNTHESIS OF HIGHER DIBASIC ACIDS FROM LOWER 
ONES IN THE SERIES 

PART II 

SYNTHESIS OF CYCILOHEX VNE-I-A(:ETK;-I-PROPIONlC AND 
CYCLOPliN rANE-1-ACETlC -PROPIONIC ACIDS 

By L. D. Fi'-wari a\d J D. Tivvari 


Experimental data of Thorpe, Ingold and maii> of their co- 
workers showed tliat when the two valencies of /}-caibon atom in 
glutaric acid are included in a ring complex and (^clopentanc residue 
occupied this position, then it was found to behave as a strainless ring 
i.c., cyclopcntanc behaved just like a gem dimethyl gionp. Cyclo- 
hexane ring in a similar position belhived as a strained iing. 

Examination of fl-substituled glutaiic acids convinced Thorpe and 
his co-workers that a comparatively small alteration in the angle, parti- 
cularly as regards the stability of the open chain and ring system was 
attended with a marked dilTcrencc in chemical behaviour of the 
compound. Thus the acids 


CH.,^ 

CO COOH 

,CH, 

CH 


and CH. 



CH3'' 

"" CH. COOH 

CH, 

-CH. 


(I) 


(11) 


C(OH)COOH 
(!h- COOH 


are the stable forms though the acids 

GHaX C(OH)COOH ,CH.-CII. CO COOH 

)C' I and CH/ ' ' yC ' 

GH3/ CH-COOH CH.- CH/ CH.COOIi 

(III) (IV) 

are capable of existence and it has been found possible to prepare them. 
It is evident that (CH.,) : group and cyclohexane residue favour the 

formation of acids (I) and (II) and not of the acids j^III) and (IV) 
respectively, 
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It lermincd to be (Icttrmined how similarly substituted adipic 
acids behivtd t xpenments were started to convert cyclohexane and 
cyi lopcntanc 1 1 dncetic acids into cyclohexane and cyclopcntane 1 

acetic 1 piopionic acids by the method devised in Part I of this series 

C yclohexane 1 1 di icctic acid was prepared by the general method 

ofGuaieschis by the tic itmcnt of i mixture of cyano acetic estei and 

cyclo licxanoiu with alcohol siturated with ammonia in freezing 
mixtuic at 0 I he m d fotnicd w is hydrolysed with strong sulphuric 
acid and cy loh \anc 1 1 diicelu acid obtained was purified and 

com cited into inhvdiich I he anhydride was boiled with absolute 

ilcohol and cthvl hydioi,(n cvclohexane 1 l-diicetate formed was 
ticated with thionvl Iil ni le The chloride formed by the replace 
ment (f the liii hyliowl group m the icid ester wis allowed to 

intci let with di ir mcthini The diazo ketone was turned into the 

imid of eyclehexuicl acetic 1 piopionic at id by tlic action of 
ammoni i and silv ei mti ite on its alcoholic solution 1 he amide on 
hydiolysis with sulphuric icid yielded cyclohexane 1 acetic 1 pro 
pionic acid Cyclopcntinc 1 acetic 1 piopionic icid was also prepared 
by applying the above method using the corresponding cyclopentane 
compounds 


FXPl RIMFNTAL 

Lihyl Hydrogen CYtLOHEXANE 1 1 Diacetate 

100 gms cyclohexane 1 1 diacetic acid prepared by Thole and 

I liorpe’s method were heated under reflux for three hours with 80 c c 
acetyl chloride The ac etyl chloride was removed completely at the 
pump under reduced press ire and the remaining residue was repeatedly 
extruted with dry ether The anhydride of cyclohexane 1 1 diacetic 

II id was btaint d bv removing the solvent from the ethereal solution 

80 gms of t yclohexane 1 1 diacetic anhydride prepared as above 
were icHuxcd with 60 c i of absolute alcohol for five hours A c ilcium 
chloride guard tube was attached to the open end of the reflux con 
denser Fxcess of alcohol vas remove I after the refluxing was over, 
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at a temperature 50’-55‘’ of water bath, undci reduced pressure. 
The thick syrupy residue left in the distilling flask was mixed with 
200 c.c. water to dilute the alcohol, if any, hail remained in the ester 
residue. The crude ester which separated at this stage as an oily 
liquid was removed fiom the aqueous layer with the help of a 
separator, after taking it up in ether. The aqueous jiottion was 
extracted with ether a few times more to ensure complete leraoval of 
ester from it. The ethereal extracts were combined and then e.xti acted 
several times with a solution of sodium carbon.ite The (ombined 
sodium carbonate extracts on .icklification with dilute h\drochloric 
acid liberated an oil of syrupy consistency and was eth\ i-hydrogen- 
cyclohexanc-1 : 1-diacclate. It was dis<^ol\ed in ether and the ethereal 
solution was dried over sodium sulphate The drieil ethereal '-olutioii 
on removal of the solvent yiclilcd pure dr> cthyl-hvdtogcn-cyclo- 
hexane-1 : 1 -diacetate. It showed a m.nkcd tendenev to decompose on 
exposure. A freshly prepared sample w hen converted into silver salt 
and examined for its silver content gave a quite satisfactory value. 
(Obtained value Ag. =32.40%, Cii.Il, ,0,Ag lequires Ags32.24 %). 

The acid ester distilled at 188"-190'’C under a diminished pressure 
3-5 m.m., but the distillate was found to have undergone a consider- 
able amount of decomposition. It appears that it is impossible to 
distill the acid ester even uiidci reduced pressure, without under- 
going some decomposition. 

Conversion of .\cid esfer iNro chloridi., 

50 gms. freshly prepared ethyl-hydrogen- 1 : 1-diacctate was mixed 
with 40 c.c. freshly distilled thionyl chloride slowly, with shaking, and 
the mixture was refluxed for three houis in a water bath, laising the 
temperature of water in the bath gradually upto 80’C. 1’he reaction 
was allowed to complete by keeping the reaction mixture at a 
temperature of 80 ’C for about an hour. After this period, unrcactcd 
thionyl chloiide was removed under reduced pressure and the residue 
was vacuum distilled. The chloride was obtained as a colourless 
mobile lic^uid (yield 44 gms.) B.P. 166'’- 168^ at 1-6 m.m. pressure. 
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Reaction bhwlen the Chloride and Diazometiiane 

A solution of diazomi'th.inc in 200 c c . pure diy ether at -20°G, 
was obtained fiom nitioso-fj-me(h>l amino-isobutyl methyl ketone 
and ten pei cent ca nUu alcoholic potash. It represented 2.5 gjm 
dia/omethane gas and this quantity of dia/omethane was decidedly 
more than lequired for the reaction. 

In one of the holes of a double bornl thoioughl\ waxed cork, 
which exactly fitted the neck, of the flask containing diazomethane 
solution, to foi m an air tight |oint, a dropping funnel was inseited. 
Tlirough the other boie passed a delivery tube bent twice at right 
angle in the same direction The longer arm of the tube was fitted 
in another double boied coik, ihe othei boie of which carried an exit 
tube. This cork was fitted to a second flask containing about 50 c.c. 
ethci. A calcium chloiide guard tube was fitted to the dropping 
funnel in the fust flask, b> icmosingits stopper The whole arrange- 
ment was .so made as to e.xclude any moisture from coming into con- 
tact with the reacting materials. 

10 gms. fleshly distilled ( hloridc was dissolved in 50 c.c. pure dry 
ether and pul in the dropping funnel, fitted to the flask containing 
diazomethane solution at -20"C in ether. The solution of the chloride 
was then slowly run in, drop by ilrop in the diazomethane solution 
with continual shaking. This operation took about half an hour. 
The speed of addition was so leguhited as not to change the tem- 
perature of the diazomethane .solution appreciably. After the addition 
was over, the mixture was shaken thoroughly and the temperature 
maintained at -20° for another half an hour. It was then allowed to 
rise slowly. At -8'^C, gas evolution was observed to occur in the 
solution. The gas evolution of the reaction mixture was allowed to 
complete at a temperature -8"C to -5°C. The reaction nuxture wa« then 
left to stand over night, and the maximum temperature attained by it 
during that period was 18°. At the end of this time the colour cT diazo- 
methane still persisted, as decided excess of the reagent was used. The 
ether and excess of diazomethane were removed at the pump and the 
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residue was stoicd ot .i dimiijislicd pressun*. 40 gms. chloride was 
converted into the diazo-compound in small h.itchcs of 10 gm. each and 
the combined icsidue was used for fiiiihei leaction, m two instalmcr'ls. 


2 

Cyci.ohhxanl-I-Ach ioI-PropioiVio Acid 

CH. CH,-. CH.COOH 

GlI^ ' ^ ^C( 

nGH,- CH GH. GH, GOOH 

\ gms. ammonia gas liberated from b N ammonia and caustic Soda, 
was dissolved in 120 t.c. absolute ah olud at a tempcatuie O’G. The 
residue obtained after the intei action of di.i/omethaii'* and the chloiide 
(20 gm.) was dissolved in 60 c.c. alcoht)! mixed wiih above ammonia 
solution. 8 c.c. of 10 % siKer nitiate solution was then added ami the 
reaction mixture was allowed to stand over night. Next day 60 c.c. 
ordinary alcohol was added to the solution to decrease the concentra- 
tion of ammonia, and the solution was then warmed on a water bath. 
The heating was continued and the leactionwas never allowed to 
become vigorous. The maximum temperature reached at the end of 
four hours was 70“G. Then the gas evolution fiom the solution ceased. 
The reaction mixture was filtered hot. The filtrate on dilution with 
water deposited the amide in .i very fine form and it settled down 
very slowly, it was hydiolys(‘d with 10 % caustic postash by heating 
it under reflux with alkali for five hours. The alkaline hydrolysis 
mixture was cooled and acidified with 2 normal sulphuric acid. 
The acidified solution was saturated with ammonium sulphate and 
repeatedly extiactcd with clhei. The ctheieal extiacts were com- 
bined, dried with sodium sulphate and the solvent ethei lemoved. A 
slightly sticky brownish solid mass was thus obtained. 1 1 was washed 
with small quantities of chloroform, which dissolved the coloured 
substance and a little of the solid as well. The chloroform extract on 
evaporation left a liquid residue. The white solid left after chloro- 
form treatment was washed with petrol ether in which it was insoluble 
and was crystallised from benzene. It was very soluble in ether and 
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dissolved in hot water, and was cyclohexane- 1 -acetic- 1 -propionic acid. 
M.P. 169°C. Itfoims a silver salt which explodes on heating. 
(Obtained Ag = 50.'15 %, CuH, 0,Ag, requires Ag = 50.47 %. On 
combustion the compound gave the value, C =61.62 %, H=8.39%: 
Ci,H,,,0, requires C- 61.68%, H= 8.41 %. 

3 

Ethyl-hydrozen-cyclopentanr Diacetate 

60 gms. eye lopentane-1 : 1-diacctic acid prepared by Norris and 3 
Thorpe’s method, was eonveiled into its anhyride by heating it under 
reflux for three hours with 50 c.c. aecfyl chloride. After the removal 
of acetyl chloride the residue was extracted with dry ether and the 
ethereal extraet on removal of the solvent yielded the anhydride of 
cyclopentanc-1 : l-diacctir arid. 

50 gms. cyclopcntane-1 : 1-diacctic anhydride was dissolved in 36 
c.c. absolute alcohol and heated under reflux for six hours on a steam 
bath. 100 c.c. water was added to the residue and the precipitated 
oil was taken up in ether. The ethereal solution was extracted 
repeatedly w'ith sodium carbonate. The alkaline extracts were com- 
bined and acidified with dilute hydrochloric acid, when the acid ester 
separated as an oil. It was treated with ether in which it dissolved 
and thus extracted from the acidified solution. The acidified solution 
was shaken with ether three times and combined ethereal extract was 
dried with sodium sulphate after washing it free from acid. The ether 
was then removed and the residue which was the acid ester of cyclo- 
pcntane-l : 1-acetic acid w.is tested for its purity by converting it 
into silver salt and determining the silver content (Ag=40.94 %, 
GuHv^OjAg requires Ag = 41.12 %j. It distills with decomposition at 
180‘-182%3-5 m.m. 

Conversion of acid ester into chloride 

32 gms. cthyl-hydrogcn-cyclopentane-l : 1 -diacetate was treated 
with 28 c.c. thionyl chloride and was refluxed for three hours, he ating 
it on a water bath. I'hc temperature of water in the bath was raised 
slowly to a maximum of 80’C towards the end. After the refluxing 
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was over the excess of thxonyl thloiide wis lemneci undei reduced 
pressure and the residue v'lcuum distdkd 1 ti chlitide distdlcd at 
125° 128°/4 9 m m yield HO gms Twe mstilm tit ol 16 gm t leh 
were treated with diazomethane ind subjeete I i iutthi itaetions 

Rh ACT ION WIIH Dia/OMITIIANI 

A solution of 3 gms diazomethane m ?00 e i puu diy cthei wis 
tooled to 20 C and a solution ol lb gms thloiidc pitpared as above 
in 50 e c pure dry ether v is sIoul> idded duiing minutes with 
continuil shaking ol the uietion mixtuit The tempcratuie w is 
allowed to iisi aftei the iddition wis ove When the temperature 
reached 15 C g is evolution Ir im the reietum mixtuie was obscived 
and this was illowed to complete between 12 C and 1 > C. by t ire 
fully manipulating the tempcratuie It was then left over night ind 
the maximum temperatuie leiehcd by the reution mivtuit durin^ 
that pel lod was 18 C. The colour ol diizomethine still persisted 
Ether was removed at the pump and the lesidue eonveited into amidt 
as follows 


CYGLOPENTANt 1 ACLriC 1 PrOPIONIC ACID 

CH,— CH, ^/CHCOOH 
GH,-GH, ^NGHGHCOOH 

3.5 gms immoma gas was dissolved in 100 ce absolute alcohol 
at 0*G. The lesiduc obt lined from the pievious expenment was 
dissolved in 50 e e. alcohol and w is iddcd to the solution of ammonia 
7.5 C.C. of 10 % silver nitrate was also added and the whole was 
allowed to stand over night. Next day it wis diluted with 50 ce 
alcohol and eaiefully heated on a watei bath Gis evolution was 
noticed at 50 G The temperature of the bath w is raised upto 70 C 
during three houis lieating This iciction mixtuic wis filtered hot 
and then diluted with witir when the imide wis precipitated 
as a fine powder. This imidc was hydrolvsed by refluxing it with 
10 % caustic (xitash for six huuts The ilkalmc solution was coolc 1 
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acidified with 2 iioimal sulphuric acid, saturated with ammonium 
sulphate and extracted several times with ether The ethereal 
extracts were combined and the solvent was it moved alter the extract 
had been washed and dtied over sodium sulphate. The residue, 
which was semi-solid and stricky was \\ ished with chloroform. After 
the chloroform washing, the solul which was left, was crystallised from 
ether, when it was obtained as a white ciystalhne substance melting 
at 173 G. This was eyclo-pcnt me l-uetic, -1-propionit acid. It 
formed a silvci salt. ^Ag 52.0 obtuned, C^H, 04-\g rcquiics 
Ag = i2.12 %). It contained C 59.96 H 8.1 ^ C,H^04 

requires C = 60.0 % H = 8.0 %. 

Chemistry Department. 

Allahabad University. 

\ B -There is difference bi tween the melting points, the icid pitpired by 
Non IS melts at 142° end the simc acid picp ucd by the lulhots by dillcicnt method 
melts'll 160° Impiiiitv m ly be the came the nn ilysis of the miide which was not 
separated by the 'lutliurs but h)diol)s(d m Mtu n now uiidti iiivistigition md the 
authors are now pi cp mug the aeid by Norris method also, and i rompirision of the 
two samples prepared by different methods will icveal their identity or otherwise 


(1) Thole and Thoi pe. J. 1911,440. 

(2) Norns. J. 1926, 250. 

(3) Norris and Thoi pc. J. 1921, 1208 



COMPARATIVE EXPERIMENTS WITH INORGANIC AND 

ORGANIC MANURES REGARDING THE NITROGEN 
POSITION OF THE SOILS. 

PART I 

N. R. DhAK KSD B. G CHAllbRJH* 

"UMM \RY 

1 ( owcliinfif (fiirnyud min iie mcin k if (Mtlii i/ulii iclif i Lmn) ind ntlicr 

( irb« n ire us substinccs \\heii id k Itothes il fix mti I the iir ind imprrve 

the intr st itus whilst with iin n >muiii s ilph ilt the iiiti stitus rcmiins 

st'itioiiiry By iddm.^ tw i d )s( s I these tirbmicems subst mt s the nitiogen con 
tent of i sod m All ih'ibid w is i used h Jtn 0 * 31 b l ) i) 00 „ with wet cowdun^^ it 
the I itc < f68 tons per acic with neeni Icif it tlu i Uc cl ^0 tens pt r it re it went upt > 
0 0815 whilit with 'imm mum sulphut even it the i lU j( 742 lbs of nitroj^ci 
per acie there w IS no mcienst ot tot'd nitre ^cn dUi thiec months Lven with 1481* 
lbs per 'lore the nitiogen status wis not impioved 

2 These results obt lined in Jndii -ire in aqtcement with those obtained in the 
clissinl experiments it Roth'imsbd 

On the dpplitation of farmyard manure in Rothamsted fields for 
a number of years the soil nitrogen which w rs originally 0,122% 
rose to 0,256% from 1812 to 1911- whilst the soil without my manure 
fell to 0,095% With complete artificials the status of nitrogen was 
0.099%, RusselU his reporttd that ihc yield of bn ley md straw with 
firmyard manure in the Rothimsted field expcnments was beltei 
than that obtained with complete artificial manuies. The following 
data'* fiom the Rothamsted fields present a cleai picture of the 
nitrogen position of some of the plots — 

Total nitrogen balance sheet (1865 1914) in top nine inches 

of soil. 
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Fdimyard 

manure. 

No 

manure 

Complete 
Plot 7 

Artificials 
Plot 13 

Total nitrogen in soil in 
1865 in lbs. per acre. 

4850 

2960 

3390 

3320 

Total nitrogen in soil 
in 1865 per cent. 

0.196 

0.114 

0.123 

0.121 

Total nitrogen in soil 
in 1914 in lbs. pei 

5.590 

2570 

3210 

.3240 

acre. 





Total nitrogen in soil in 
1914 in per cent 

0 216 

0.092 

0.120 

0.122 

Total change in 49 

1- 740 

- 390 

-180 

-80 


years in lbs. per acre. 


In order to li id out wiiether these results are reproducible under 
Indian conditions, experiments have been taken up at Allahabad in 
the laboratory and under field conditions. Ammonium sulphate, 
freshly plucked neem leaves (Melia azadirachta Linn), fresh cowdung, 
oil cake and straw were added to the soil in different com entrations 
and the doses were repeated when the cai bon/nitrogen ratio of the soil 
treated previously with manures attained the value of 10:1. 

Expmm‘'ntnL 

1. 250 grms. of .soil were placed in 6 dishes and 6 pyrex glass 
flasks. About 40, 20, and 10 grms. of cowdung were added to various 
dishes and flasks and thoroughly mixed. The original C and N con- 
tents of these mixtuies were estimated by the modified Kjeldahl 
method*. For experiments under sterile conditions the flasks were 
sterilised in an autoclave at 15 lbs. pressure for 30 minutes and the sets 
were then placed in light and in the dark by covering them with black 
cloth. 

2. Similar experiments were carried on with different concen- 
trations of neem leaves. The doses added were 15 grms., 8 grms., and 
3.5 grms. to 250 grms. of soil. 
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with necm leaf was 32 millions and 122 millions, though the efficiency 
in both the cases was approximately double in light than in dark. 
The following medium was used for Azotobacter counts: — 

Tap w'ater ... 1 litre. 

Mannitc ... 20 grms. 

K 2 HPO 4 ... 0.2 grm. 

Agar ... 20 grms. 

Sanai (Crotalaria Juncca — recommended as an excellent manure 
by the agricultural department)’ and wheat straw were also tried in 
dishes mixed with soil. They are oxidised very slowly The efficiency 
with wheat straw is 24 in light and 11.2 in the dark, whilst the 
efficiency in case of sanai is low', .*>.7 in light and 3.3 in dark. 

Ammonium sulphate when added to the soil gets completely lo.st 
in three months mostly as nitrogen gas dining the foimation and decom- 
position of the unstable substance ammonium nitrite". Carbonaceous 
matter apart from nitrogen fixation acts as a protector of nitrogen when 
added with artificial manures. 10 grms. of cowdung in 150 grms. of 
soil reduced the loss of 0.06% of added ammonium sulphate nitrogen 
from 69.16% to 44*3% in one month. 

A typical table showing the fixation of nitrogen by the oxidation of cowdung. 

First application of cowdung in the field. 

56Kg. of cowdung in plot 4' x 4's 136 tons, per acre. 

EXPOSED 


Date 

Total -C.% 

Total — N%. 

Efficiency 

23-5-’47 

1.446 

0.0920 


25.6-’47 

1.304 

0.0941 

15.0 


COVERED 



23-5-’47 

1.4.52 

0.0928 


25-6-’47 

1,372 

0.0934 

7.5 
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28 Kg. of cowdiing in plot of 4' x 4's 68 tons, per acre. 

EXPOSED 


Date 

Total C% 

Total -N% 

Efficiency 

24-5-’47 

0.932 

0.0652 


26-6-’47 

0.801 

COVERED 

0.0673 

16.2 

Date 

Total C% 

Total -N3; 

Efficiency 

24-5-’ 4 7 

0.946 

0.0678 

■ « • 

26-6-’47 

0 871 

0.0681 

8.0 

Second application of 

Km dung in the field. 


56 Kg. of cowdiing in 

r 1’ plot - 136 

liXPOSED 

tons per acre. 


Date 

Total C% 

Total N% 

Efficiency 

15-11 -’47 

2.088 

0.14.58 

• ■ • 

10-3-’48 

1.596 

COVERED 

0.1517 

12.0 

15- 11 -’47 

2.146 

0.1476 

• • • 

10-3-’48 

1.865 

0.1496 

7.1 

28 Kg. of cowdung in 

4' X 4' plot 78 tons per acre. 

EXPOSED 


Date 

Total C% 

Total— N% 

Efficiency 

15-11-’17 

1.1214 

0.0856 

■ • • 

10-3-’ 18 

0 893 

COVERED 

0.0901 

14.1 

15-1 1-’ 47 

1.249 

0.0942 

• • • 

10-3-’48 

1.064 

0.0956 

7.5 


A (vpical table showing the fixatim of nitrogen by the oxidation of neem leaves 
12 Kg. of neem leaves in 4'x 4' plot a 36 tons per acre, 
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100 grms of soil (G%-0 18b, NVo-O 0186) 4-0 2828 gim of 
ammonium sulphate (0 06% nitiogen) 


Condition 

Homs 
Of exposure 

Date 

Total — 

c% 

1 otal — 

N% 

oLoss 

Exjxjsed 

0 

16 8 ’47 

0 186 

0 0986 


Covcicd 



0 186 

0 0986 


Exposed 

200 

18-9-’47 

0 184 

0 0571 

69 16 

Covered 



0 186 

0 0709 

16 16 

Exposed 

600 

27-11- 17 

0 184 

0 0384 

100 0 

Covered 



0 384 

0 0386 

1000 

100 gims soil +0 1114 grm 

of ammonium sulphate (0 01% 

nitrogen ) 
Exposed 

0 

16-8-’47 

0 386 

0 0686 


Coveted 



0 186 

0 0686 


Exposed 

200 

18-9-’47 

0 384 

0 0434 

84 00 

Covered 



0 384 

0 0507 

59 67 

Exposed 

600 

27-ll.’47 

0 184 

0 0184 

100 00 

Coveted 



0 384 

0 0390 

98 70 


1 he forgoing results show conclusively that repeated application 
of cowdung and neem leaf enrich the soil markedly by inci easing the 
nitiogen by fixation as well as ictaining the added nitiogcn whilst 
ammonium sulphate docs not irapiovt the soil nitiogen jiosilion 
These results arc in agreement with those obtained m Rothamsted 

Chemical Laboratones, 

Allahabad Umveraity 
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LOSS OF NITROGEN IN BAGTERUL NITREFIGATION 
OF NITROGENOUS MANURES 


PART I 

N. R. Diiar and M. C. Pant 

RusselP has stated that “The essential facts of nitrification arc 
readily demonstrated by pxrtting a small quantity of soil — 0*2 to 0*5 
gm. into 50 c.c. of a dilute solution of ammonium sulphate containing 
nutrient inorganic salts and some calcium or magnesium carbonate 
but no other carbon compound. After three or four weeks at 25° the 
ammonia is all gone and its place is taken up by nitrates. The con- 
version is almost quantitative, only an insignificant quantity of nitrogen 
being retained by the organism.” 

In several publications since 1934, Dhar^ and coworkers have 
recorded marked loss of nitrogen during nitrification of organic and 
inorganic nitrogenous manures. Similarly the experiments carried on 
in Rothamsted^ fields show that when about 100 lbs. of nitrogen per 
acie as ammonium sulphate arc added about 05% are lost without 
benefit to the soil or crop. We have explained this loss on the view 
point that in the process of nitrification in nature the unstable substance 
ammonium nitrite is formed and this decomposes** readily into nitrogen 
gas and water. Moreover we have emphasized that the amount of nitrate 
produced in a soil on the addition of a nitrogenous manure noed not 
be the measure of the amount nitrified, as the loss of nitrogen in the 
gaseous state usually exceeds the amount of nitrate obtained in 
nitrification. 

In order to test whether a similar loss of nitrogen during the 
bacterial nitrification of nitrogenous manures takes place we have 
undertaken a systematic research on this line. 
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EXPERIMFNTAL — 

The following culture medium was prepared foi the giowth of 
nitrifying bacteria and the nitrification to take place 


Potassium phosphate (K HPO ) 
Sodium chloride (NtC 1) 

Ferrous sulphate (FeSO ) 

Distilled water 

Magnesium c irbonate (MgCO ) 


1 0 gi im 

2 0 gi ims 

0 1 gi im 
1000 c c 

1 xcess (0 "i gm pei 

100 c c ) 


50 r c of this culture solution wis pi iced in 300 c c conn il 
flasks (Pyrex) after thoioughly sinking it The disks wei plugged 
with absorbent cotton wool ind weie stciihzcd m an uitoclave it 
15 lbs pressure fii 30 minutes A 10^ solution of imnionium sulphate 
was prepared and sterilized sep irately Iiomlcc tolOcc of this 
ammonium sulphate solution wis added to vinous flasks with the 
culture solution by a sterilized pipette 1 gi im fitsh gaidcii soil wis 
inoculated in caeh flask The fl isks wc re then me ub ited at 1 > 
(±0 5°) for a period of 7 weeks and then in il)sis w is m idc by the 
following method 

The solution after incubation was Iciched with potissiiim 
chloiide water (5%) and aftei filtcration wis tniclc upto 2i0 c e The 
ammoniacal nitrogen left was estimitel by developing coloui with 
Nessler s reagent and comparing with i st and ird solutien (0 0004% 
nitrogen) of ammonium sulphate by a Duboscq coU iimetei 

50 c c poition of the leached solution was taken in a flask and 
distilled with dilute solution of caustic soda (1%) The ammonia 
liberated was trapped in dilute sulphuric aeid and w is estimated colo 
nmetrically Now to this distilled solution was added Devarda s alloy 
(2 Ograms ) and 25 e c of 1% caustic soda solution and the flask was 
well corked and kept overmght The nitnc nitrogen was reduced to 
ammonia This was again distilled next day and nitrogen was 
estimated as above Thus the an moniacal and nitnc nitrogen weie 
estimated The following results were obtamed — 



I/)s^ of Nitrogen in BacUrial Nitrification 
T\BLt — I With ammonium sulphate 


35 


S.N. 

Oii(^inaI 
Soln, in 

C.L 

N content 
N t^r iin 

NH,_N 

IcU 

NO,_N 

ioiitu d 

lulilN 

Idl 

I >i il N 

1< SS 

I OSS 

1 

10*0 

0*2121 

0 1'’2 

0 0178 

C 1500 

(1 081 1 

28 9 

2 

7 0 

0 1 in') 

0 0770 

0 0100 

0 00 ^0 1 

0 0519 

M 1 


'iO 

0 1()()1 

0 0280 

0 0152 

0 0411 ' 

0 0020 1 

58 1 

4 

2 0 

0 0421 

0 0031 

0 0118 

0 0140 

0 0275 1 

61 (> 

5 


0 onu 

0 0010 

0 001 0 

0 0009 

1 0 0219 

68 5 

6 , 

1 } 

0 DHb 

0 0008 i 

oonii 

0 0049 

1 0 0220 

81 8 

7 1 

1-0 

0 0210 

0 000 1 

0 00 4 

0 00 J9 

1 00171 

\2 0 . 


Similar cxptumt nts \ncii pi ifoimtcl with ammonium peisulphatc 


and ammonium phosph itr solutions as soiiiii ot immoiuual nilio^rm 
and the followim; usults wiic obtiincil rltii anilysis 

Iahii 11 With ammonium pi isulplnli 


S N 

ll 

N ionic nl 

Nn,_N 

NO, N 

1 111 N 

loiilN 

/loss 

biilii. in 
c c 

N tr mi 

l(ll 

1( lined 

left 

li)ss 

1 , 

10 0 

0 315 1 

0 21 ) 

0 0)10 

0 271S 

0 0120 

133 

2 ’ 

70 

0 ^21 1 

0 1472 

0 02 J) 

0 1092 

0519 

23 1 

1 

5 0 

0 1i79 

0 0888 

0 0182 

0 1070 

(1 0509 

1 12 2 

4 

3 0 

0 0)17 

' ( 0272 

1 0 0142 

0 0114 

0 05 13 

' 5( 3 

5 

1 0 

0 0^16 

ll K< 

00113 

0 0113 

0 020 ) 

()4 2 



Iabil— 

■III With ammonium phosphate 


S N 

Original 
Soln in ' 
c c 

N content 
N grim 

NH _N 
left 

NO,_N 

foimcd 

rotil N 
left 

lotilN 

loss 

%Lo8s 

1 

1 

70 

0 1485 

0 0714 

0 0180 

0 0894 

0 0591 

39 8 

2 

50 

0 1001 

0 0828 

0 0t)72 

0 0400 


62 3 

3 

20 

0 0424 

0 0009 


1 0 0124 


70 7 









36 


N R. Dhar and M. C. Pant 


From the above results it can be easily seen that the original 
nitiogen taken and the nitrogen left after the experiments is not balanced 
but a considerable loss is recorded Hence Russell’s statement is not 
confiimed and there is considerable loss of nitrogen in bacterial nitri- 
fication as 111 othci natural conditions when mtrogenous manure is 
added to soil 

Chemical Laboratories, 

Allahabad University 
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J. Indnn Chein Soc 1936, XHI, 555 
J Iiidiin. them Soc 19311 XV, 58) 

N iturc, 1934, 134 , 572. 

‘Soil londiUon ind phnt growth . 1932Ld., pp %1 

Piot.K. Acid N il. Anisteid im. 23 108, 1920. 



GROWTH OF YEAST IN VARIOUS ORGANIC AND 
INORGANIC FOOD MATERULS 

By 

N. R. Dji\r and Krishna Eaiiaour 

Yeast is usually j^rowii in sugars and malted barley. Recently we 
li.ivc developed a new tedinic by which yeast has been grown in 
solutions or suspensions of ethyl alcohol, starch, glycerol, oils gelatine, 
urea and even ammonium salts used as fixid materials. In this technic 
the ye.ist is giown in a suitable medium containing organic or inorganic 
food materials under sterile condition by passing a current of air which 
has been previously bubbled through strong sulphuric acid and distilled 
water. 

It seems (hat in this process the starch or alcohol or glycerol or 
gelatine is particdly oxidised to carbon dioxide and water and this 
energy of oxidation is utilised by the yeast for growth. A part of the 
organic compound is also utilised as food material for cell reproduction 
by the yeast. 

With ammonium salts by passing air in presence of yeast the 
energy is obtiincd by the oxidation of the ammonium salts to nitrite and 
nitrates. In this case the carbon requirement for the growth of the 
yeast comes from carbon dioxide of the air or from the carbonate added 
to the yeast. In absence of oxygen or air growth of yeast in inorganic 
medium seems impossible. In ease the alkalinity of the medium 
increases on passing air yeast can not multiply and even die. 

The oxidations of sodium sulphite, sodium nitrite, sodium thiosub 
phdte, powdered sulphur, sulphuretted hydrogen solution, are being tried 
for the growth of yeast in the inorganic medium. It seems that this 
technic may be useful to bacteriologists in growing microorganisms 
which develop with dieffiulty. 









ENERGY LEVELS OF Hgl ANDj ITS PRODUCTS 
OF DISSOCIATION 


By 

* BisnWANATH Bhattaciiarya. 

DlPARTMI NT OF SpECTROSC JPY, BlNARES IllNDU UnIVIRMIY 

(Communicated by Prof. R. K. Asundi.) 

Received on Felnuary 14, 1948. 

AbUract 

A review of the Spectiosropic work done so fir in inereury iodide has been 
given and the energy levels of the molecules Hgl^, llgl and their atoniV produrts 
of dissociation have been plotted with respect to the ground level of Uglj fioin the 
available thermocheinical and spectroscopic data. A correlation of the levels of Hglj 
with the levels of the dissociation products has been suggested in the paper 

Introduction 

For a satisfactory explanation of the spectra of trialomic molecules 
it is obviously an advantage to possess as complete a knowledge of the 
spectra of their component diatomic molecules as possible. A definite 
correlation between the two spectra will then be possible thus leading 
to a better understanding of the structure of the di - and triatomic 
moleuules which may be derived from the related products of 
dissociation. The importance of such information for the theories 
of valency is obvious In the case of multiatomic molecules such a 
procedure is much more difficult because the process of dissociation 
from multiatomic molecule to diatomic molecule will involve molecules 
of intermediate complexity about whose spectra very little is known 
with certainty at the present time Yet even here a large amount of 
experimental work mainly on the absorption spectra of multiatomic 
niolecules in the vapour state has been utilized for such purposes 
of correlation A detailed account of such work is given in an article 
on “The Dissociation Spectra of Covalent Polyatomic molecules’* by 

•This is a revised form of 4 piper entitled “Energy levels of Hgl.j and its 
products of dissociation” read in the Joint Session of the Indian Academy of 
Sciences and National Academy of Sciences at Allahabad in December 1946. 
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Samuel fI915). From this point of view the mercuric iodide molecule 
Hgi 2 suggests itself as a suitable molecule for investigation because 
both the absorption spectrum of I Igli and the emission spectrum of 
Hgl have received considerable .ittention from workers. 

It is known from Raman lilTcct and other data that the triatomic 
Hgl, is linear in structure like GO_. with a frequency of valence 
vibration of about 1 "iO cm”^’*' *. The abirjrpi ion spectrum ofthe vapour 
of this molecule gives lise to a large number of continuous bands 
The corresponding diatomic molecule HgT appears also to possess 
a large number of band systems which arc observed only in emission 
and fluorescence but not in absorption.* Many of the emission bands 
are not yet systematised Thcic is .dso no conclusive 'evidciux* to 
show whether the emitter of all these numerous emission bands is the 
diatomic Hgl molecule or some of them aic due to the triatomic Hgl j 
molecule. 

From experiments on electronic collision with mcrcuiic iodide 
vapour Pavlov and Lcipunsky f 1 91i6 j found four critical potentials at 
1 1 volts, 2 7 volts, 6.2 volts and 7 8 volts The first two critical 
potentials at 1 4 volts and 2 7 volts similar to the other two ought 
normally to exhibit themselves in the absoi ption spectrum of Hglj 
In other words the Hglj vapour should also show two absorption 
bands at wavelengths 8809A and 4568A corresponding to these two 
energy values No such absorption bands have been recorded so far 

**C’f Kuhlrausch: Der Smekal-R«im m ElFcU, p.« 5 c tH (19'i I Edition) 

•It is icmarkable that none of the b inds observed in emission or fluorescence 
with murcury iodide arc olwerved in absorption. Similar situ.ition is met writh in 
mercury chlorhle. A vURijcsIioii to explain this is made by Wie land (1945). He 
has calculated the cquilibnum constant of the reactions HKClj=HgGl+}Cl 2 
IIgCl=»Hg4- JCla and Hi^Clj-^Hq+CIjj from the known fiec energy functions of 
Hg, Clj, H^Cl and HgCb. 'the calculations go to show that even .at very high 
temperatures the percentage of IlgClj molecules dissociating into HgCl and Cl is 
negligible and that most of HgCl molecules funned by such a dissociation are 
further dissociated into mercury and chloiinc. It is also thought that similar 
results hold good for mercuric bromide and mercuric iodide. 
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in the absorption spectrum of murcury iodide It may be mentioned 
that Kondratjew < 1930, 1931) has recorded a weak absorption band in 
the region 4800-3900A which on experimental grounds is, however, 
attributed by him to an ionic mercury iodide molecule Similarly 
Ran (191-2) lias given a very shoil notice of some discrete absorption 
binds in the region 4 60 0-4 100 A which were recorded feebly in his 
cvpcriments on the absoiption of mercury iodide vapour and which 
according to him requiicd furthei investigation 

An attempt in the explanation of the absorption bands has been 
made by Butkow (1931) and Wicland (1932) already. Both of them 
attribute the absorption maxima to difierent processes of dissociation 
of Hgljinto Hgl and I. Tliis is not very s itisfactory. For example 
Wieland assumes four excited states of the Hgl molecule within 4..*) e v. 
of the ground level whereas in reality only two are known for certain in 
this range. 

In view of the above facts it was thought desirable to collect the 
known relevant data on the spcctia of the two molecules with a view 
to their correlation. Experiments on the absorption spectrum of 
Hglj in the vapour and the solid states with a view to locate the 
cspccted band in the visible region which, however, have given a 
negative result are also bi icily described. 

A Survey of Previous Spiclroscopic work on mercury iodide* 

(A) Work in emission and fluorescence. 

Peirce (1878) seems to have been the first person to undertake a 
spectroscopic study of mercuric iodide. He used Geissler discharge 
tubes containing the salt and on excitation found continuous bands 
in the region 4450 -4420 A in emission. Jones (1896, 1897 / extended 
the observations in the ultraviolet. The latter observed diffuse bands 
from 4396 to 2538A. The intensity of the bands bad a sharp maxi- 
mum at 4441 A and gradually diminished towards the violet. 143 band 
heads were grouped in three series. Strutt (1911) found that mercury 
Iodide when excited by active nitrogen emitted violet light which 
consisted of bands. Strutt and Fowler (1912) closely investigated 
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this spectrum and observed a wcik band at 3 WOA which is attributed 
to iodine, the atomic line 2r)36A of nicrcui> and a band having a 
very great intensity in the range 1455 to 1-390A and extending up to 
3700 A. Chapman (1914) introduced nurcuru iodide into a discharge 
tube of the usual type fitted with aluminium electrodes, exhausted to 
about "08 mm, sealed off and excited by the discharge from an induc- 
tion coil. Without heating the tube the spectrum showed “the lines 
of mercury and iodine, besides those due to the residual air.” After 
the tube was sufficiently heated to \aporizc the mercuric iodide to a 
considerable extent, the character of the discharge radically changed, 
becoming an intense violet in colour. In addition to the lines of 
mercury and iodine there appeared “a brilliant band shading off 
towards both the red and the violet from about 4420A to 145()A.“ 

Tcrcnin (1926, 1927j observed a very bright visible fluorescence 
of mercuric iodide m the violet region when the vapoui of tlie salt at 
low pressure was illuminated by a spark. The fluorescence bands 
had a rather sharp intensity miximum at about 1400A and a conti- 
nuous falling off in intensity down to about lOOOA. The lines which 
stimulated these bands were strictly confined to the region 2200 - 2100A. 
Primary dissociation of the triatomic molecule Hgl^ into an unexcited 
binary state Hgl and an iodine atom which may or may not be 
excited was believed to take place in the course of the excitation of 
these fluorescence bands. 

Wieland (1929) investigated the spectrum of mercury iodide 
activated in Geissler tubes in the range 7000A to 2300A. He divided 
the bands into three systems. The first type consists of ‘band heads 
fitting a series formula of the Dcslandtes type but not satisfying 
Mulliken’s isotope equation.’ These bands were ascribed to the 
diatomic Hgl molecule. The second type of bands have a triple 
structure and were originally ascribed to the triatomic molecule HgL^. 
In the light of the later work of Wieland (1932) in fluorescence these 
bands were also ascribed to the diatomic molecule Hgl. Band system 
of the third type consists partly of diffuse bands and partly of con- 
tinuous spectra. 
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Wieland (1932) investigated the fluorescence bands stimulated by 
sparks from different metals and using suitable filters. The mech- 
anism was associated with the following et(uations 

Hgla -h //KY-^Hgl* +I 

HgI*-»HgI f /.vy 

where vf)^\\\c dissociation energy of ngIj->HgI + I. Four 

band systems designated by B, G, D, E in the regions 4450-3500A, 
3100-2800A, 2800-2650A and27()()- 250()A respectively were observed. 
The following approximate formulae were suggested for the lluo- 
rcscence bands : 

System G : v = 32784+ (233- lo' -2-25 ?/-)— (124i»''^ IOp"-*) 

System D : v = 36 1 30 + 1 75 z;' - 1 20 v" 

For system B no analysis is given but the occurrence of the wave 
number intervals 12d cm“^ and 180 cm"' is mentioned. 

Prileshajewa (1932) observed two broad band systems in the 
regions 2114' to 2 1 60 A and 2168 to 2240 A in an electrical excitation 
of mercury iodide and gave 125 cm~^ as the vibration frequency of 
Hgl. Subbaraya, Rao and Rao (1937j measured the bands of system 
B in the first order of a 10 ft. concave grating on Rowland mounting. 
The spectrum was excited m emission in their experiments with a trans- 
former discharge. The bands were found to be double-headed. The 
measurements of Subbaraya, Rao and Rao were found to be in close 
agreement with those of Tercnin but were discordant with Wieland’s 
values. Tlic analysis of these bands as proposed by Subbaraya, 
Rao and Rao suggested the bauds to arise due to an electronic transi- 
tion between a and a ‘2 state and showed that they have not got the 
same lower level as systems G and D. Sastry (1941, 1942) excited 
the mercury iodide bands in emission by both a transformer and an 
induction coil discharge and measured the bands of system E (in the 
region 2700- 2530) with a Hilger E^ quartz littrow spectrograph He 
obtained in addition to the previously reported bands a new band system 
between 2530-2560A designated originally as system A and later by 
Rao, Sastry and Krishna murti (1945) as system F The system E was 
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found by Sastry (1942) to consist of two components and having a 
common final state and an electronic width of about 766 cm“^, the 
band heads being given by the formulae. 

Uj System; v 38786-7 + |^47 7 (»' + J)-0 8 (»' + 

-[55-2 (i;" + 5^-0-8 (»" + |r] 

Pi System: V = 38022-1 - |^44-2 (»' + J)-{)-4 (z»'+ J/-*] 

-[55-5 (r,''+J ;-0 8 (i;"+ I »] 

The vibrational frequencies involved in Sastry’s «i and Pi sub- 
systems in the band system E are of the light ordei of magnitude for 
the deformation frequency of the triatomic Hglj molecule. The 
deformation vibration of Hglj has, however, been found to possess a 
frequency of 33cm"^ (Sponer and Teller, 1941). It is therefore 
difhcult to understand the above analysis of Sastry’s bands. 

The system F was attributed by Sastry to a transition to “2 
showing four component heads and an electronic separation of 126 
cm"^. The analysis docs not show any level in common with the other 
bands of Hgl. For the heads of system F the following vibra- 
tional formula has been given: 

V -39231 -I -h [ 98-1 (u' + |)-2-l (o'l-i)“] 

-[927 (»"+!) -2 0 

The systems C and D were reinvestigated by Rao, Sastry and Krishna- 
murti (1945) who have given the following vibration formulae: 

System G: 

v-32730-9-h 1^235 6 (»' + i)-216 (p'+Ij**] 

-[l25'9 (p"+i)-107 (o" + i)«] 
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System D: 

v = 36269-2 + [^1 78-0 (i;'+^)-l-I4 (»'+J)"] 

-[l25-70 fr,"+J)-M0 + 

The two systems are suggested to be the two components of a ^\\ to ‘^2 
transition, the interval ■'113/j— “iii/j being 3538 cm“^. Rao and Rao 
(1946) have reported three band systems F,, Fj, F, in the regions 
2550-2500A, 2435-2385A and 2345-2300A respectively. F, comprises 
about 20 red degraded bands ; F^ consists of a succession of closely 
spaced bands degraded to the red and Fj consists of about llftccn 
diffuse and mostly headless bands. According to them all the three 
systems have the same lower state, presumably -*2, as the systems G 
and D. They have also measured systems G and II (i.e. the systems 
originally obtained by Prileshajewa) under high dispersion and claim 
the existence of three distinct v” progressions in G. 

Rands of Systems G and I) have been unanimously ascribed by 
all the workers to the diatomic Hgl molecule. Bands* of system B arc 
double headed with a doublet separation of the order of 60 cm”’ and 
having the vibration frequenc) of <he emitter of the order of 270 cm”‘ 
and 370 cm”^. No electronic level common with s)stcms C and D 
has been found for system B and there is no conclusive evidence to 
show whether the emitter of this band system is Ilglj or Hgl. 
Wicland interpreted these bands as having their final level the same as 
that of C and D systems. But Subbaraya, Rao and Rao tlo not 
agree with this view. Their data on the bands agree with those of 
Tercnin but not with those of Wicland. The analysis of the new 
band systems F^, Fj, F3 recently proposed by Rao and Rao obtain tlic 
band origins by extrapolation since the (0, 0) bands according to 
these analysis are not observed. The electronic levels of the excited 
states of Hgl obtained from these analyses have not been taken into 
account in this paper for the correlation of the cnergfy states of Hglj 
and its dissociation products. 
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(D) Work in Absorption 

Chapman (1914; photographed tlie absorption spectium of a 
solution containing mercuric iodide, potassium iodide and water 
Potassium iodide was used to bring the mercuric iodide in solution 
A solution of potassium iodide in water gave no absorption Chapman 
claimed that there is a dchnile lelationship between the emission and 
the absoiption spectia, so that the vibrating system responsible foi 
emision IS lesponsible foi absorption in solution also Mellor* states 
that Shear d and Morris (1916) found with mercuric iodide continuous 
regions or bands between 6072 and 584*1 A, 5605 and 5535 A; 5195 and 
51 ?2A, 4828 and 4788A, 4506 and 4470A and 4450 and 4 175A but it 
is not clear whether these bands were observed in emission or absorp- 
tion Most pi obably these obsei vations were made in the absorption 
spectrum of a solution of the compound Kondratjew (1930, 1911 j ob- 
served a weak absorption in the vapour ol mercuric iodide in tlie region 
4800-1900A which increases in intensity with overheating of the 
vapoui This absorption was atti ibutcd by him to an ionic mercurie 
iodide molecule The existence of this absorption is, however, doubt- 
ful as It has not been observed in any of the later investigations 
Butkow (1931) investigated the absorption spectium of mercuric iodide 
both as a vapour and in solution m the range 7000A-1950A Three 
continuous absorption maxima at 2b80A, 2240A and 2080A were 
observed The intense maximum at 2240A appeared at a pressure of 
'915 mm and the maxima at 2080A and 2680A appealed successively 
as the pressui e was increased Simultaneously with the appearance 
of the third maximum a continuous absorption with its limit at about 
195()A appeals On a further increase of picssuie the limit of the 
last absorption shifted towards the longer wave-lengths and finally 
oveilapped the absorption maximum at 2080A The limit of the 
maximum at 2680A was also found to shift to the longer wave-length 
side with inciease of pressure and to reach 4400 A at a pressure of 
1 — 1 atmospheres The maxima were attributed by Butkow to dif- 


* Cr Mell >r A Compiehcnsive TreiUse on Inorganic and Tbeoreticil 
Chemistry, Vol 4 (1923) 
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fcrent states of dissociation, of the molecule Thus the fust ind second 
maxima were ittnbuted to dissociations with an umxciUd Hgl mole- 
cule as one proiuct of dissociation m eithci case in untxiitcd iodine 
itom being the other product of dissociation The ibsoiption spccti i 
of the salt in solution clearly corresponded with that in the \ ipoui 
state, the influence of the solvent being to dimmish the numbei of 
maximi and to cause a slight shift of the position ot tht maxima 
Ihus the solution of Hgl m eth mol exhibited two ibsoiption niiximi 
it 2725A and the fust obviously to responding to the miximi 

at 2680A and the second to the maxima at 2240A ind 2()80A in the 
vapour state Wielind (1912 extended the obscivitions to the 
far ultiaviolct legion upto IIGOA and found 7 to 8 absoiptioii miximi 
C ontmuous ibsoi ptions with the intensity mixima at 2bGflA 2H0\ 
1920A and 1720A ind bintlcd absoi ptions it 2080A iiid 180()A wcic 
observed The bands weie seen to be spt cully sensitive to sin ill 
piessure changes Thus the absorption bind at 1920A ippcared 
weakly at fiist it a pi ess me of 2 mms and with incie ising pie«suie 
was found to giadually spiead itself anti overlap the binds it 1800A 
and 1/20A The discontinuous stiueturc of the bands at 2080A 
was found to develop between the pressuies 2 4 mm Fiom the short 
wavelength side commences a gradually broxdenmg probably con 
tniuous region ind ibove IbOOA possibly a discontinuous icgioii whose 
structure overlaps the many line spectrum of hydrogen arising out 
of the hydrogen tube used as i source of the continuous radiation 
Wehrli (1940) analysed the ultiaviolet bands in the legion 2066 — 
2108A and obtained 156cm"‘ and 3^cm”^ is the fiequcncics of 
V lienee and deformation vibrations in the ground stite of the molecule 
and 1 26 cm”*^ and 30 em~^ the corresponding vilues foi the excited 
state 

LXPERIMENTS ON THE ABSORPllON SPICTRUM Oi 
Hgl. IN THE VAPOUR ANDIHL SOLID STATES 

The usual procedure of studying the absorption speetium was 
adopted in the present experiments A sealed glass tube 9 3 enis 
long containing mercuric iodide in the presence of air was used for 
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ab orptiun An ( Icctric bulb oi the pi itivt cratci of a carbon arc 
wis used i> the soiree of c inlinuiu rilntion> The absorption 
cell eould be heaUd to difh rent lempei iturc'> by encloung it in an 
elect! 1 C fuinice in the course ot th exp iimcnts The furnace was 
calibrated foi different euiient stiengths and the tcmpeiaturc of 
absorption cell estimited fiom i knowltdgc of the adjusted euirent 
strength and the ealibiation curve Several speetrogiams taken with 
a Hilger’s Constant Deviation Glass Speeti ograph failed to register 
any ( h irae tens tie ibsorption by the meieuiie iodide vapour Expe- 
iimcnts Wt. re then lepeated by repl it mg the glass absorption cell by 
a quart/ cell 10 tms lung The Httci had i side tube which was 
plugged with gliss w )ol after b^mg filled with milt ui le iodide No 
eharaeteiistit absoiption ot the meicuiic iodide va pom m the visible 
region was obtained The well known iodine absoiption bands were 
obaerved to appear at about 1()0‘’C and to become moie and more pro- 
minent at highei tt mpt raturcs These bands do not o\ eilap the region 
of the expected band 4^68A) in the visible region 1 he absorption 
bands in the near ultiaviolet legion, however, easily ebtained on a E, 
Hdger’sQuait/ Sptcti ograph when the quartz cell was used, the source 
of continuous ladiations in this case being a locally picparcd Hydrogen 
disehaige tube with a quartz window It has been observed that the 
absorption bands are piactically absent if the highii temperatures 
aie attained from room tcmpcratuies They appeal very clearly 
for the range of tempeiaturc 27(}.30U*C only if the cell is first of all 
heated to a temperature higher than 400*C ind then cooled [to the 
required lower tempeiaturc in the lange 270- lOO'C No new band 
was observed in the quart/ ultraviolet region but the plates wcic 
utilised to measure the total width of the absorption bands along 
with their maxima These data are guen in the following tabic 
which also lecords the data obtained by Wieland 
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Table I 


Absorption Region 


Absorption Maxima 

Wavelength 

C. V, 

1 Wavelength 

C. V. 

2600 - 2950A 

^•7t-<l-18 ' 


2700A 

4 ’6 

2310-2170A 

5 -29 -5-68 


2250A 

5-5 

2075 -2090 A 

5-91- 5-90 


2080A 

5-9 

— 



I' 1920 A 

6’4 




1800A 

6-9 



1720A 

7T 




1.1600 A 

7-7 


A further attempt to locate the expected absorption band in 
the visible region was made by using glass and quartz plates lightly 
dusted with mercuric iodide and an electric bulb or the hydrogen 
discharge tube as the souicc of continuous radiations. These experi- 
ments also yielded negative results. The near infrared region where 
an absorption band at 8809A is expeeted to lie could not be photo- 
graphed as suitable plates were not available. 

Discussion 

Assuming that all the observed absorption maxima belong to 
Hglj and represent transitions from its ground state to various excited 
electronic levels, the positions of these levels are located by the 
cneigy values tabulated in column 4 of Table I. Hglj possesses two 
more levels indicated by collision experiments. In the diatomic 
* Outside the range of the present experiments. 
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molecule so far two electronic levels in uddition to the ground 
state arc known these being at l.l and 1. 5 c.v. relatively to the ground 
level. There do not appear to be any eneigy level lower than 4.1 
C.V., the reported new bands involving levels higher than 4. .5 c.v. 
The positions of the cnerg) levels of Hgl .uid of the atomie dissocia- 
tion products relative to the ground level of HgL may be obtained if 
the heat of formation (or dissociation i <»f the two molecules in their 
normal stales arc known. * 

Now various methods are available to estimate the heat of forma- 
tion for disso.. iation) of a molecule. 'fhus the heat of fotmation of 
Hgl m:)lcculc from its ( oustilucnt atoms may be estimated from the 
thcrmochcmical value of the hc<it of formation as is obt.dncd fiom 
various icartioiis and other available data making use of the Born 
Cycle. It can also be obl<iincd both in its normal and excited slates 
making use of the analysis of the emission bands ascribed to the 
molecule. Here again several methods of csirapolation aic available. 
The values obtained by all these methods for Hgl in its normal and 
excited states arc shown in Table II. 




Table II* 



Level 

Thcrmo- 

Linear Extra- 

(Jraphital 

Mean 


chcmical 

polation 

E\tra|>olation 


X (Ground) 

•5« 

•16 

•52 

•5 



•44 

•51 


G (Excited) 

... 

•8 

•85 

•83 

I) Do 


•8() 

9.4 

•9 


♦All required thcnnorheiuical data m the present calculations arc taken from 
Landolt-Boinstein* Physikalisch Chemischc Tabellcn (lyr> and earlier editions) 
except the heat of sublimation of Hgl which is taken fiom Sponei . Molckulspcktren 
und ihre Anwendung Auf Ghemische Problcmc. The spec tioscopic data arc taken 
fVom Rao, Sastry and Krishnamurti. In calculating the heat of formation of 
data concerning both varieties red and yellow of Hglj are used, Ihc energy 
dilTcrcnce between the two varieties is aliout 3 KCal/Mol (■bO’13 c.v.) and is 
ignored. 
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Only thcrmo-chcmical methods arc available to estimate the 
heat of formation of Hglj from its constituent atoms and the mean 
value calculated from observations of different observer's taken from 
literature is ‘I'O volts. 

Making use of the absorption, collision and emission data so 
far known as detailed above and the calculated energies of dis- 
sociation we shall arrive at the energy level diagram shown in 
Fig I for the Hgl molecule and its dissociation products. The heat 
of formation of Hglj from the constituent atoms in their normal 
states being 3 e.v. the level of the dissociated atoms Hg (^S) and 21 
{"P,/j) is plot'ed 3 volts above the ground level of Hgl^. The 
next plausible excited states of the dissociated atomic obviously 
I orrcspoiid to one and two excited states of the iodine atom 
and arc plotted assuming the liist excitation potential of the 
iodine atom to be 9 volt** Still higher excited states of the dissociated 
atoms correspond to Hg*('‘r,)+ Hg*(^'‘Pi) + 1* (-P,/J + I and 
Hg*(‘Pi)-hl*(‘P,/j) -1- 1*(-*P,/') where Ug* and I* represent the excited 
slates of Hg and I respectively. They arc plotted assuming the first 
e.xcitation jiotential of Hg to bo 19 e.v.**. The dissociation energy 
of Ilgl in its normal state being 3 e.v. the giound level of Hgl is 
plotted with icspcct to the ground level of Hglj by putting it *3 volt 
below the level of Hg+I + I. The two c.xcilcd stales ol Hgl arc 
obUiincd from a knowledge of the (0,0) bauds in systems G and D vi/., 
32785 cm“^ (= I’OS e.v.) and 36295 cm"^ (= PIB e.v.). 

All the three lo\ els X. Gaud 1) of the diatomic molecule corres- 
pond to the attractive stites of the molecule possessing potential 
energy curves with .1 minimum. Kach of them may also represent a 
repulsive state for the tnatomic molecule Ilgl^. This seems to be 
much moic probable for the level X which belongs to the ground 
state of the diatomic molecule than to the levels G and D which 
belong to its excited states. Among the levels of the atomic products 
the first one at 3 e.v. no doubt belongs to the ground states of 

**Cf. Bather and (luudsmit : Atomic Eneigy States. 
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both the diatomic and the triatomic milecules and hence definitely 
possesses a state of the attractive type Similarly the one at 7 9 
e V can be correlated within the limits of experimental and 
extrapolational error with the two cxciUd states G andDofHgl 
Extrapolation of G gives for the energy of dissociation 83 ev 
while that for D gives 9 ev ^vide Table II j These give respec- 
tively 7 43 and 7 9 for the position of the level ol the atomic products 
which are in fair agreement with the calculated value 7 9 It is, 
therefore, certain that the level at 7 9 e v , also possess s a stite of the 
attractive type For none of the other four levels of tlic atomic 
products can this be said with certainty at the present state of our 
knowledge In contradistinction to this, howc\ cr, every one of these 
SIX levels will be possessing one or more states of the icpulsive type 
It IS these repulsive states and the three states of the diatomic 
molecule which correlate with electronic energy states of the tiiatomic 
molecule in some way which is to be determined lodoso wc come 
to that part of the eneigy diagram which belongs to the excited 
states of the triatomic Hgl^ We have hcic to bcii m mind the 
following The determination of the position of the excited energy 
levels of m iltiatomic molecules probibly because they possess vtiy 
few stable excited states— is often not possible In the lust place 
most of the absorption bands are contmuoii« This means that 
the maxima represent positions on tlie repulsive curves belonging 
to the excited molecule, which are directly above equilibrium 
position of the normal molecule If the repulsive curves arc almost 
flat then the maxima would represent the positions of the levels 
of the dissociation products of the excited molecule, otherwise thejt 
include also an additional amount of kinetic energy, winch depends 
on the steepness of the curves In the few cases where band absorption is 
observed unless the ongin of the band can be located it is not possible 
again to determine the position of the energy level In this case, how 
ever, the particular potential energy curve for the molecule is an 
attractive one exhibitmg pronounced minimum which can be located 
if the bands are analysed Thus wheieas band absorption has the 
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possibility of yielding the information about the energy levels continuous 
absorption gives the possibility of detei mining the energy of the dis- 
sociation products of the excited states Collision data also represent a 
mixture of both types of cvcilcd states, icpulsive as well as attiactivc, 
of the molecules This is tiue as much for diatomic molecules as for 
multiatomic ones Only in the case of atoms, do the collisions and 
absorption data give just the t nergy levels of the evcited atoms 

Among the energy values of the triatomic molecule determined 
by eritictal p itentials and absorption maxima those ot 6 2 (eoll and 
6 4 (abs ) seem to be idciitu il as also those of 7 8 eoll ) and 7 7 
'’abs ) These a c thcrefoie, bracketed m the figure We thus hive 
nine energy values of the excited Hgl 2 molecule Wuland has 
observed struetuic in the absorption miximi it 5 9 ind b 9 e v 
Undei the dispersion used in our expeiimcnts wt could not detect any 
struetuie in the band at ') 9 e v but it is piitieul irly a very simp and 
narrow band Wehili (1910j has inilyscd this bind system and 
obtained the vibiation frequencies of the trutomu molecule both in the 
ground stite and excited stale corusponding to this absorption 
The legion ot absorption observed by him is widei than that obseived 
inthcpics(ntexp''rimcnts The conditions of his expeiimcnts could not 
be asecrtaiiud ts his papci w is not avail ible These two values 
therefoic very probibly icprcsenl stible excited cneigy states of the 
triat()mic molecule liaving atti ictivepotcnti il euives whose dissociation 
limits lead to C md D uspcctivdy of the di itomit molecule Hgl ot 
to the level at 7 9 of the icparaud itom> Similaily the v ihu ot 1 4 
pi obably represents an cxcitid cneigy state ot the molecule bet uisc 
there lb no energy level to which it ean be correlated cithci m the 
Jiitomie molecule oi m the separated aton s with a value less thin 1 t 
e v If the eollision data are correct in establishing this level, it can 
be predicted witli consider'ible confidence (hat theie will be a b nded 
absorption for Hglg in the neat infira-ied legionf 

f Howevti dis»o< i itioii of the Hgl^ into uid Hg m i> ilso Ik tlu process 
brought 'ibout by c )llision 1 Ins process requites just 1 42 e v 
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The rem'immg six values almost certainly represent only positions 
directly ibovc the equilibrnm position in the ground state on the 
repulsive potential curves belonging to excited Hgl Of these the 
one at 2 7 c v can go over only to the level X of the diatomic molecule 
at 2 J e V 

Among the reman mg five levels the three levels at 4 6, 5 5 and 
64 ev aic stpai ited by the doublet sepiration of the Iodine 
atom VIZ 0 9 c V and luncc can be correlated to the levels at 
1, 1 9 and 1 flc v ol the atomic products with considerable confidence 
From d glance at the energy level diagram it can be seen that such a 
correlation suggests the absorption bauds coirespionding to these 
cncigy levels to h ivc widths of loiighly the same oidcr The widths 
of the bands it 1 6 and 5 "i c v have been found to be 56 and 39 
e V icspeetively in the piesent experiments whcieasthe width of the 
bind It 6 1 e V (which is outside the r inge of the piesent ixperim 
cuts) IS not iccoided 

Wulind obseivcd some stuictuu in the absoi ptic n band at 7 
e V but this li IS not been delmitelv cstiblishcd due to theovtrlapp 
mg of the many line sjiectium of ludrogen with this absoi pt on region 
If the obsers itic n is ci iicct there should be a stable level of the tri ito 
mic molecule it 7 8 e v going ovci to some lughet state of the dissoci 
ition pioducts rile 1 Utci state may be any one of the st ites 8 8 ind 
J 7 c \ of the itomic pioducts , con elation with 7 9 e v being not 
v(r) piobablc due to its smill diffcience m energy with the tiiatomie 
l( veleoiisidcnd No di (inUecoiiel ition fer this stable state — if it exists 
It ill - can be given without furthci work on the coiiesponding ib oi 
plion bind Tin explinition of the excitation of the fluoiescence 
bands of system 1) would necessit lU the existence of a repulsive stale 
of the til itomie molecule at 7 7 e v going ovci to the state D of the 
di itomie molecule I his eoirclatien should however be considered 
IS teiitatnc the level D of the diatomic molecule being in excited 
state 
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Now the level at 7 1 ev lemiins to be c\pl imtcl Tin possi 
bilitv of in mtenncdnte Itvtl between \ T.ud ( in tin di iionuc 
molecule ih not \ try sure 1 he inilvsis ol tin b mils < f system H by 
virious woikers locitt one or more levels bclwc< n \ ind C Dintuni 
woikcrs do not uriec with one anothei in tlieii m ilysis uid meisun 
ments of this band system Morcovei theieis no toiulusivt ividtnet 
loi tht identilieationofthci mitlci oithis bind system with the diatoniit 
Hgl molecule Fuithci txpeiimcnlil woikis netded to unequivot illy 
decide iboutthis point The ibsoiption band it 7 1 e v bung i cont 
inuous one theu is i itpilsive stite issociate 1 with it lliconly 
known levtl to which it cm go is the level C ol the di itoniit molecule 
This coil lition should also bi itgirdidas Untitivc riiediseiip 
inty in the minimum vilucs ior the ficqutnties ol tht inliiti ns 
cKcitmg the Ihioitsience bands of sysUms C and D is tound fi jiii this 
corrclition with tliosc expeiimen tally obseived by VVielmd may be 
iscribcd to the fact that the aecuiacy of the obscivalions is notgrcit, 
the wavelengths of the exciting ladiations having bten seji irated out 
with the help of suitable filters 
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INFLUENCE OF TEMPERATURE ON NITROGEN FIXATION 
IN STERILE AND UNSTERELE CONDITIONS 

PART I 
liy 

N R Dhar and R C Kapoor 

While It his lon^ been btlicvcd that in the protein bodies of 
certnn organisms existing in the soil, nitiogen of the air becomesincor- 
poiatcd leading to enrirhmi nt of soil nitrogen^ Dhar and co-workers 
have produced stiong evidence m favoui ol a puicly physico chemical 
view of nitrogen fixation m soil 

Not much work have been done legardmg the influence of 
tempeiature on nitrogen fixation We have under taken a systematic 
investigation on nitrogen fixation at different temperatures on the 
addition of energy materials under steiile and unstcnlc conditions 

Expirmental details The soil or purified aluminium oxide or 
zinc oxide mixed with the energy rich substance was kept m 600 cc 
p> rex n isks, plugged with absorbent cotton wool and kept under 16 lbs 
pressure for one hour for stciihzation After every month the flasks 
were opened, moisture contents made up to 10% and restenliscd In 
t ich case the soil was tested for Azotob ictcr by the plate method and 
no colon) growth was observed even after seven days incubation 
at 35“ 

In these experiments 100 gms of well seaved soil was taken in 
each case and 2 gms of cane sugar was mixed with it as the energv 
matcnal Moisture content was made to 10% in every case These 
stenh/ed flasks were incubated at different temperatures m the dark 
One such flask was exposed to daylight for seven hours daily for com- 
panson The temperature of the incubated flasks varied from 7“ to 
60“ Some expenmen ts for companson were also earned out in un* 
stenle condition 
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The carbon and nitrogen estimations were done by the method 
of Robinson, McLean and Williams’ by heating 5 gms. of well dried 
and pKJwdered soil with 30 ccs. of pure concentrated Sulphuric acid, 
5 gms. of fused potassium sulphate and a few crystals of pure copper 
sulphate for four hours. The ammonium sulphate thus formed was 
estimated by treating an adequate part of it with magnesium oxide and 
100 CCS water and distilled for six hours in a water bath. At the same 
time a current of air purified by passing through a solution of ferrous 
sulphate and sulphuric acid was aspirated. The ammonia was absorbed 
in two conical flasks containing pure dilute sulphuric acid. The 
ammonia obtained was estimated colorimctrically by nesslerization in a 
Duboscq colorimeter. 

The total carbon was determined simultaneously by absorbing 
the sulpur dioxide produced at the time of charring by a standard 
iodine solution, the excess of which was titrated against a standard thio- 
sulphate solution. 

The results with cane sugar are as follows: 
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Exactly similar experiments were carried out with cowdung as energy material. However, 
one set in unsterile condition was also kept and the results are as follows : 

II — 100 gms. Soil + 10 gms. Go\^dung (Unsterile) 

Carbon introduce = *8% Approximately 


60 



1*161 0*0741 1*116 0 0740 1*084 0*0740 0*988 0*0740 
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Discuiston — From the foregoing results it is clear that the 
optimum temperature for carbon oxidation and nitrogen fixation is 
35‘ in dark The fall in carbon oxidation and nitrogen fixation after 
35“ IS more marked than before 35 Theie seems to be no uitiogcn 
fixation at 7“ and 60* though carbon oxidation takes place to some 
extent It is interesting to note that similar ol strvations of larbon 
oxidation in solutions have been obtained by Dhir* while study 
ing ‘ The influence of temperatuie on the slow and induced 
oxidation of glucose in the dark ’ It is clear from the obserxations 
tabled there that ‘‘the velocity of the oxidition of glueose goes on 
inereasing upio a certain optimum temper Uutt, which lies between 
30“ and 40“ 

The conclusions foiniulitcd ibove ire made tie a by thi lollow- 
ing table 

I SoiM C ane sugai 

C 11 bon inlioduted = 08% approxim itely 

Time of expos urc = J 12 d ays 

Temp C ubon oxidised I fliciency of mtiogen 

fixation 


U) Light 


0 626% 

-> 

1 1 ) 

m gms 

^u) 7 diik 


0 4L% 


ml 

» 

(ill, 30‘ „ 


0 552% 

-> 

7 0 


(iv) 


0 574% 


86 


(V) 45- „ 


0 466% 


1 9 


(vl) 60- 


0 441% 

-» 

nil 

>> 


II Soil + Gowdung (Sterile) 
Carbon introdueed = 8% ipprox 
Time of exposure = 245 days 


(i) Light 

-> 

251% 


17 5 m/gms 

(ii) 7* Dark 

-> 

130% 

-> 

ml „ 

(ill) 25* „ 


186% 


9 1 

(iv) 35“ „ 


221% 


9 9 „ 

(v) 40* 


164% 


5 1 „ 

(vi) 60“ „ 


073% 


ml „ 
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III Soil + Cowdung (Unstcrile) 

Carbon introduced 8% approx 



1 im e of exposure 

- 

245 days 


(i) Light 

-> 

319% 

-> 

19 5 m 

gms 

(ii) 7° Dirk 


134% 

-> 

ml 


(lu) 2V „ 

-> 

327% 


8 6 

99 

(iv) i') „ 


138% 


10 9 

99 

(v) 10- „ 

— > 

305% 

-> 

46 

99 

[vn) 60' „ 

> 

077% 

-> 

ml 

99 


Dhar and Stshacharyulu also carried on some experiments on 
nitrogen fixation at different temperatures in unsterile condition In 
their experiments glucose was used as the energy material The 
results of carbon oxidation and the efficiency of nitiogen fixation m 
equal time at different temperatures are given below 


Tcmperatuic 

Time of exposure 
27-2-37 to H-5 37 

C arbon oxidised 

i fficiency of 

(i) Light 

670/0 

Nitrogen fix 
Him gms 

(ill 10--12" 

369% 

nil „ 

(ill) 25° 

185% 

5 4 „ 

(iv) 30° 

488% 

6 7 „ 

(v) 35° 

555% 

8 1 „ 

(vi) 40° 

174% 

4 8 „ 

(vii) 45* 

127% 

4 2 „ 

(viii) 50* 

254% 

19 „ 

(ix) 60° 

237% 

ml „ 


It IS significant to note that the results obtained by using glucose 
in unsterile conditions are similar to those obtained by us in sterile 
conditions by using different energy matenals Here also the carbon 
oxidation and the efficiency of nitrogen fixation is greater m hght 
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at any temperature in dark which goes to prove that it is light and not 
the higher temperature, that increases the fixation in exposed soil sets. 

There was no fixalion at T even in the umteiilescis though some 
Azotobactor growth was there whit h shows that the at tivity of A/oto- 
bacter ceases at that temperature which is in accordant c with jirevious 
experiments. 

In our experiments it is noted that the velocity of carbon oxida- 
tion and the efficiency of nitrogen fixation falls with time. Though 
the velocity of carbon oxidation varies with the nature of energy 
material, the amount of nitrogen fixed per gram of carbon oxidised 
remains nearly the same for all the energy rrraterials at a constairt 
temperature. This goes to prove that the energy required for nitro- 
gen fixation comes from the energy liberated by the oxidation of 
carbon. 

These results are best explained in the light of adsorption of 
gases on Solid Surfaces. The normal adsorption due to vandcr Waal’s 
forces decreases with rise of temperature while the activated adsorp- 
tion, since it is chemical in nature, increases with temperature just 
like the velocity coefficient of ordinary chemical reactions requiring a 
high activation energy. This explains as to why we do not get any 
appreciable fixation at 7°. As the temperature is increased a condition 
is obtaineil in which the rate of the activated process becomes appre- 
ciable and so the rcsulant total adsorption begins to increase with rise 
of temperature as takes place below 35. This increase continues over 
a range of temperature, until the normal effect of temperature on ihc 
amount adsorbed, apart from its rate, brings about a decrease, .is takes 
place above 35°. 

In our experiments the actual temperature when the rate of 
activated adsorption becomes appreciable lies sonicwhcrc between 7" 
and 25". The activated process reaction stops at a temperature little 
above 45". Further experiments on efficiency determination at the 
in between temperatures are in progress. 
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The energy of activation of the reaction 

free nitrogen > fixed nitrogen 

has been calculated as follows 

d log,, k E 

dr “ Rl^ 

Integrating at two different temperatures 

, /^f 1 1 1 

k, “ /e I Ti r, } 

where ky and k^ are the eloeity ecjnstant of the rcaelion at temperature 
Ty and T, respectively 

2-303 logi, x/exT.xT, 

Hence 

i 2^ i 1 

As the velocity constants are proportionaJ to the products formed, 
so here taking the cane of caxic sugai at 30' and 35 

2-303 log,,, X 1-99 X 308 x 303 
308-303 

Since 45 and 39 aic the amounts of nitrogen fixed at 35* and 30" 
respectively. 

li = 5300 calorics 


Rrfrftncfs 

1 Waksman “Soil Mirroljiology, 

II Dhar “Nature” 151 (1943), 590. 

III Journal \gric. Sci 19, 315, 1929. 

IV Dhir “The influence of temperature on the slow and induced oxidation of 

glucose in the dirk”. 

(Journ Indian Chem. Society, Vol, 19, No. 7, 1942). 



Calculation of Velocity Constant in Presence of Heterogeneous 

Auto>catalyst. 

Bal Krishna and S Ghosh 

In two previous commimK itions 2, i ) the present 'luthoi s hive 
studied the kinetics of reduction of silver uetatc ind silver tutiite by 
icsotcm wheiein it has been shown that the value ot the \eloeity cons 
t int increise with time reach a miximum md then begin to dccicise 
This ein be well represented by the lollowing curve 



The ascending portion of the curve points to the autoi atilytic 
nature of the r action the fine particles of silver produced acting as 
heterogeneous citaKst The descending poition of the curve points 
to the dene ISC m catalytic activity due to decrease of catalytic surface 
caused by gradual coigufation of fine pii tides of silver It requires 
a high mathematical ingenuity to devise a formula which shall give 

constant values for the velocity constant since the catalysis depends 
upon totil suiface which is a complicated function of the number and 
sue of the particles of silvci both of which are in a state of constant 
flux We have failed to devise any such formula but have worked 
out an e luation which gives constant values of the velocity constant 
for tlie ascending portion of the cuive in the following leaction 

Fe+Ag-»Fe+Ag 
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This reaction had been previously studied by Roberfand Soper 
(4) and Dhar (1) but the order ofthe reaction hasnot been determined. 
Indeed Robert and Soper have pointed out that the reaction is 
instantaneous as in mostionic reactions and not amenable to kinetical 
treatment. We find however, that it proceeds regularly if wc take into 
consideration the catalytic activity of colloidal silver (details to be 
published later). 


Now it was Ostwald (sec A Tc't Book of Physical Chemistry by 
Glasstonc) who for the first time studied autocalalysis on a kinetical 
basis. In the hydrolysis of an ester eg. methyl acetate, tlic acetic 
acid produced works as a catalyst. Let a be the concentration of 
the ester and A of the acetic acid present initially and let t be the 
amount of ester hydrolysed after time t, then the rate of hydrolysis at 
any time is given by 

= k {a-x) (b+x). . . . (1) 


On integrating in the usual way this gives 

I ' 1 „ "h *) 

t(a + h) bia - x) 
which has been confirmed by Ostwald. 


. . ( 2 ) 


This (2) equation can not be applicable in our case since our 
icaction is bi-molecular one. Wc have started with the assumption 
that for the ascending portion of the curve the colloidal silver produced 
work.s as a homogeneous catalyst and is proportional to x, which is the 
amount of silver formed. Then 

^ - Ati (a-x)^ + Aj (a-x)*x ... (3) 

But ‘since the term {a—xY is negligible as the uncatalyscd 
reaction is v^ery slow wc can write 

jj^-A(fl~x)=x ... (4) 


Integrating this we get 


kt 



X 

a—x 


1 




fl(fl-x) 


. . (.*)) 
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where C is the integration constant. It is not possible to find out the 
value of C. When we put ^=0 when wc find that the term 

- becomes 0. 
a-x 


The same flaw is observable in Ostwjild’s equation (2) When b 
is zero i.c., when acetic acid present initially is zerdthen the term 

infinity, and the whole equation becomes meaning 

less. This can be avoided if wc integrate between two time limits 
when the integral 'on constant disappears. Now 

” f^ia~xyx 

and integrating between t^ and wc gel 


r 


\ dx 
\a--x)^x 


rh 

I ^ 
•’<1 


1 p * +1 p * 

+ M - — - ] 

I 1 « {u-x^ a~x) 


or 


( 6 ) 


We find that the equation (6) works well in our case as the 


following tabic will show. 



h 


k 

i:io 

50 

0-01738 

80 

30 

0-01741 

50 

30 

0-01818 

120 

80 

0-01964 

80 

50 

0-01905 
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These values arc a great improvement over the following values 
of the constant which have been worked out with usual bimolecular 
formula viz., 


A" - — ^ 

1 a{a-x) 


1 

k 

30 

0-001526 

50 

0-002350 

80 

0-003287 

120 

0-008268 

180 

0-011310 


Tne equation (6) represents a third order reaction although a 
new type of third order reaction. 

Physical Chemistiy Laboratory 
Allahabad University (India) 
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A NOTE ON HIGH FREQjUENGY CURRENT DENSITY 
IN A HOLLOW CYLINDRICAL CONDUCTOR. 

liY 

Santi Ram Mdkhlrjei 
Encinferino Coin or, Banaras Hindu UNivERsin. 

Received on April 2, 1948. 

Hollow cylindrical conductors have lately gained very wide 
applk ation in Radio Engineering. Due to their non-radiating pro- 
perties, they are conveniently used in connection with ultra-short and 
micro-wave transmission lines, wave-guides, etc., particularly foi radar 
and television purposes. It is often found necessary to know the 
current density along the radius of such a conductor, specially to 
detect the formation of stationai y waves along the cross-section of the 
tube. The current-density foi steady sinusoidal current (1) can be lal- 
culated by Bessel functions, and in the present communication, the 
solution has been obtained for varying high frequency current follow- 
ing through the conductor For the purpose of relaxed oscillations, 
a solution has also been obtained for linear variation of current with 
time 


If [1 be the permeability, p the resistivity of the material ot the 
cylindrical conductor, the value of current density g at any radius r 
can be obtained from the differential equation, 

+ ,0 ... ( 1 ) 

Zr* ir p it 


48-3-1 
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For steady sinuisoidal high frequency current, it may be assumed 
that j(o g, where co is the pulsatance of the current. Then the 
solution of (1 ) is given by 


g«= {A lo {kr^/ j)+'BK„ (kry/i)] (cos mtxj sin mt) . . (2) 

Where and Kq represent ber-bci anc ker-kei functions respec- 
tively. 

In case the high frequency current is varying, the solution of 
equation (1) may be obtained as shown below. 

Let where (r) and^^=/j (/). 


Then from ( 1 ), J gi = 0, where - 


dt 


4nyL 

p 


or 


, 1 

\dr 




dr 


■) 


_Adg^. 

g‘i dt 


■0 


This is satisfied if we write 


. 1 dg, 
~df^ + 


kgi = 0 and gi, k being an arbitrary constant. 


Now 


d^gx 

dr* 


1 

r dr 


kgx-^0. 


. . (3) 


Will give rise to Iq and A'„ functions 

^dt where - -a+jm . . . (4) 

We get gi - Cx (cos «/ +j sin » <) ... (5) 


The value of g can thus be calculated from (3) and (5). It may 
be observed that in particular, by putting o -0 in (4), we obtain the 
case of steady sinusoidal high frequency current already solved 


For linear variation of current density with time, let -I- 
where gi is a function of t only and a function of < only. 
Substituting this value of^ in (1) we get 


dr* dr 



. . . ( 6 ) 
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This IS possible when 
d*g^. 1 dg 


dr* ^ r dr 




(7), being an aibitrai> constant 


I di \ki 
ind 

(It ylj 


or 4 =■ A 


( 8 ) C 3 being an arbitrary (.onstaiit 


Irom ( ) r 


or r 


Ci being an arbitrary const 


or - 2 /:^ 1 + — 
ir r 


or^ i = Air-‘ + r log r (9) 

Thus combining ( 8 ) and (9) wc get 

^'=ii+ “*!>+ ^M+c log rjfo 

I uller discussion ol the problem will be given in later publication 
The author h is pleasure to record his grateful tlianks to Dr S S 
Banerjee lor suggesting the abo\e problem and helpful discussions. 


R fe cc 

(1) A Ct Wirtei Maih at cs ippl ed to I led cal E gxnetiu g p 243 
(Chipm in and Hall Li nitt d 1 13J) 




PREPARATION AND STUDY OF THORIUM BORATE 

JELLIES 

By 

S P Mishran M Sc , 1) Phil 
(C HrMicAL LAnoRAToRY, 1 iiF Univ pRsm Allahabad; 

Rec( ivcd on AurusI 12 101^ 

\BSTRAC 1 

(1) rhonum boi III ji llu s li ivc been picjmed idstuduci The jellies were 
■>bt\ined by the si >w toigulitim ol 'i puiihed sol ol thorium borTtc h ivini^ the 
composition 4ThO Thj(BOJi obtained by dispcising iieshly prccipUittd thoiium 
boi ite in t xc ess thorium nilr ite, by electrolyte s like p t issium chloride ind potassium 
sulphite 

(2) The sol gel tiTiisfoimation oi thorium borate his been mvestigitcd It 
has been shown ihit tht time of gelation 0 is rcHtid to the concenti ition r of the 
coaguUting elec trolyte as log S— log R | P log c wl ere /? and P iie constants and 
9-1/^ 

(J) The mfliu nee of tempe? aturc on the tune < f si ttu g of the jellies his been 
studied It IS observed that the jdhes setmoie leidil) it higiicr temperUutes than 
It 1 )W. Ihe jellies ire not i irmcd tbove 50 ( 

(4) The jellie ire thixotropic in nature The study of their thixotropic 
lichaviour shows that the original time of setting ol tht jellies is always greater than 
the thixotr ipic time of setting On repeated sh ikes the jellies loisc their properly 
of developing hydr ition and ultimately break up 

I 

(5) llie influence of 20% glucose and glycerine on th( time of selling of ihc 
idlies has been investigated It has been obsetved th it glucose and glycerine exer 
markedly peptising influence on thorium boiate sol ind in then ptesetue the oiiemal 
time of setting is incteascd 

(6) It his been shown that the minimum iniount olclcttroI)tc m<cssii> to 
give a jelly of the sol of thorium borite is ilwajs greater thin that lequiied to 

oagulate it Ihc gelation and the coagulation points of thoiium borate sol arc 
llius two distinet points 

In some of the previous publications from these laboratories^ 
the conditions of formation of thorium phosphate, ai senate, molybdate 
and tungstate jellies have been described No attempt apjeaisto 
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have been made to prepare the jellies of thorium borate. Berzelius* 
reported that boric acid precipitates white floccuicnt thorium borate 
when added to a solution of a salt of that element. Guertler® could 
not prepare thorium borate by fusing thoria with boric oxide cn 
account of the very sparing solubility of the thoria Karl* has discussed 
the composition of the amorphous white precipitate obtained by treat- 
ing an aqueous solution of thorium nitrate with a hot solution of borax 
and showed that llic composition corresponded to thorium orlhoborate, 
Ths (BOj)i. It has been now observed that the white precipitate of 
thoiium borate obtained on adding a hot concentrated solution to 
thorium nitrate solution, can be made to dissolve, on vigorous shalcing 
in presence of an excess of the latter. In this wa> a considerable 
amount of thoiium borate can be made to disperse in thorium nitrate. 
If this mixture be dialysed until nearly free from all electrolytes, a 
clear colourless sol of thorium borate is obtained wdiich ean be shown 
to be positively cluvrged b) the catapboretic method It is casilycoagu- 
lated with elec tiolytes like potassium chloiidc and potassium sulphate 
and when suitable concentrations of the coagulating electrolytes arc 
used the .sol sets to beautiful transparent jellies In a note Mushran’ 
has briefly described the conditions of pieparation of this hydrogel and 
in this paper the details of the prepaiation and vaiious propeities of 
the gel have been investigated. 

Expfrimlntal 

A sol of thorium boiatc* was prepared allowing a hot 20 percent 
solution of borax to run slowly into 75 t.c. of 10 percent thorium 
nitrate solution until the precipitate of thoiium borate scarcely dis- 
solved in thorium nitrate on vigorous shaking. The mixture was 
purified by dialysis, for eight days, at room temperature (30®C). 

COMPOSntON OF THE SOL 

The amount of thorium in a known volume of the sol was esti- 
mated by the use of the reagent cupferron. (Baudisch, Ghem. Ztg., 
33,1298 (1909)) The amount of borate in the combined state with 
tltorium was found by coagulating a known amount of the sol catapho- 
fetically, the coagulum was collected and washed and estimated for 
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boiic acid by the usual method (Clowes and Coleman 1938 page 418). 
Tae combined thorium con esponding to this amount cf borate was 
calculated on the assumption that the thorium boi ate is Thj (BOg)!. 
The rest of the thorium is present as hydrated thoiium oxide. Fiom 
the ratio of the free to the combined thoiium, the empirical foimula 
of the sol was calculated. An anal} sis is presented la Table I. 


Table I 


Per litre: 


'Potal Thorium (Th / 

C imbined Borate (BO_,} 
Combined Thorium (Th) 


18.0200 g 

2.b0i4 
7 7112 


Fice Tlioriurn (Th) ... ... 10.3088 

Empirical Formula ... ... lThOj.Th,(BOj), 

When this sol was coagulated with N KCl and N 5 KjSO,it 
gave beautiful transparent jellies. The iullueiicc cf the vaihttion of 
the concentration of the coagulating elettiol)te on the time of the 
setting ol the gel is shown in Table II. 


Tauj i II 

.Amount of sol taken - 2 c.c. Total volume - 3 c.c. Temp --30^C 


)unt of N KCl 

Time of setting 

(c.c.) 

(mins) 

TOO 

4 

0-80 

8 

0-60 

12 

0’40 

20 

0-20 

52 

N/5 KaSOi 

Time of setting 

(c.c.) 

(mins) 

0-28 

2 

0-26 

4 



76 


S P Mushran 


0 21 

7 

0 22 

10 

0 20 

15 

0 18 

20 


Injluenc( of Temp raturt 

The influence of tcmpei ituic on the time of settini; ol the jclUes 
has been investigated The lesults die lecorded in Table HI 

T\BLt III 


Volume of sol 

N KCl 

* 2 e c Total v 

Time of setting (mins) 
25 10 10 

olume=»3 c e 

50 

60 

(^c t ) 

1 00 

7 

4 

3 

1 

No Jelly 

0 80 

10 

8 

5 

3 

J 

0 00 

10 

12 

7 

1 

99 

0 40 

24 

20 

15 

7 

9 

0 20 

65 

52 

42 

26 

9 

N/5 SOi 
(e e ) 

0 28 

5 

2 

Instantaneous I^oose 

No Jelly 

0 26 

8 

4 

) J 

Jelly 

>9 

0 24 

9 

7 

4 

1 

99 

0 22 

12 

10 

7 

4 

99 

0 20 

17 

15 

12 

6 

19 

0 18 

23 

20 

16 

10 

» 
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Iiflu nee of Glucose and Glycmne 
The influence of glucose and gly erine on tlic time of setting <jf 
the jellies hive also been mvestigited The resiiltsare tabulated m 
Table IV 

Table IV 

Influence of Glucose 20“/ 


Volume of sol '»2 c c Total vol ime=» 1 c c lcmp = 30f 

Glucose 20 , Time of setting (mins) 

(cc ) 



0 20 1 c N KC 1 

0 18 

c c N 5 k SO 

0 0 

52 


20 

02 

60 


25 

0 4 

70 


12 

0 6 

82 


43 

0 8 

101 


56 

Volume of sol 

Influence of Glycerine 
«*2c c Total volume 

=»3c c 

lemp*»30 C 

Glycerine 

Time of setting (mins) 


(c c ) 

0 20cc N KGl 

0 18 c 

( N 5 KaSOj 

00 

52 


20 

0 2 

58 


23 

0 4 

65 


29 

0 6 

76 


11 

0 8 

91 


54 


TinxoiRopic Behaviour 

It has been observed that on vigorous shaking the jellies assume 
a liquid form, and the viscous liquid so obtained again sets to a jelly 
on standing and the process could be lepeated several times The 
jellies are therefore thixotropic in nature The thixotropic bchavioui 
A 48 3-2 
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of the ]ellies has been investigated The set jelly was vigorously 
shaken for about one minute to ensure complete transformation to the 
sol form, and the time it took to set again was noted The results are 
tabulated m Table V 


Pable V 


Volume of sol “ 

2 c c Total volume = 3 c c Temp - 30°C 


Time of setting (mms) 
0 20 c c N KGl 

0 18 c c N 5 K^S 04 

Original settmg 

52 

20 

After 1st shake 

34 

16 

„ 2nd „ 

25 

14 

,, 3rd ,, 

20 

6 

), 4th „ 

12 

2 

,, 5th ,, 

5 

Breaks 

„ 6th „ 

Breaks 

Breaks 

Relation between the Coagulation and the Gelation Points 

The relation between the coagulation and the gelation points of 

the positively charged thorium borate sol has 

also been investigated 

Different amount 

of sols were mixed with 0 20c c N KGl and 0 18 

cc N KjS 04 solutions, the total volume was kept 3 c c m each case, 

and the minimum 

amounts of electrolytes necessary to coagulate the 

sol and to give the jelly in 30 minutes were recorded The results are 

tabulated in Table VI 



Table VI 



Electrolyte N KGl 


Volume of sol 

Gelation Pomt 

Goagulation Point 

(cc ) 

(cc) 

(cc) 

1 0 

0 18 

0 10 

1 5 

0 24 

0 14 

20 

0 30 

0 18 

25 

0 38 

0 25 
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Electrolyte N/5 KaSO* 


1 0 

0 06 

0 04 

1 5 

1 12 

0 07 

20 

0 16 

0 10 

2 6 

0 21 

0 15 


Discussion 

According to Karl (loc cit ) when a hot concentrated solution 
of borax is added to thorium nitrate solution a white precipitate of 
thorium orthoborate is obtained according to the following equation 

rA3(5Oa)*+2JV‘aJVOa+10WO3 

The insoluble thoiium borate in presence of an excess of thorium 
nitrate gets peptised by the adsorption of thorium, hydrogen and other 
positively charged ions and a positively charged sol of thorium borate is 
obtained The sol investigated in this paper has the composition 
427t02. 7%3 showing that it contams an appreciable amount 

of thorium borate If this sol without dialysis is coagulated with 
strong concentrations of coagulatmg electrolytes like potassium chloride 
or potassium sulphate, the coagulum obtained is a white opaque 
heavy mass which on allowing to stand settles down as a precipitate 
However if the sol is purified by dialysis for a few days and then 
coagulated by KCl or the coagulum obtained is gelatinous and 

with suitable concentrations of the coagulating electrolytes gives rise 
to clear, transparent and stable jellies 

In a paper Dube and Prakash** have studied the infiuence of the 
concentration of various coagulating electrolytes on the time of setting of 
various inorganic jellies According to them the time of setting 6 is re- 
lated to the concentration ‘c* of the electrolyte as log 5 “log R+P 
log c where R and P are constants and 6-1/0 It is evident that if the 
kinetics of the sol-gel transformation of thorium borate is represented 
by the above expression a straight Ime should be obtained on plotting 
the logarithm of concentration against the logarithm of the inverse 
of the time of setting of the gels On plotting log S against log c from 
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the results recorded in Table I it is observed that straight lines are 
obtained. The results in geneial therefore follow the expression given 
by Dube and Prakash 

The influence of temperature on the time of setting of thorium 
borate jellies has been investigated A perusal of Table III shows that 
the jellies set more readily at highei tcmperatuics than at low The 
jellies are not formed above 50° In a paper Piakash and Dhar'^ have 
studied the influence of temperature on the coagulation of several 'ols 
and have shown that smaller quantities of clectiolytcs are lequired to 
coagulate at 60° than the amounts required for coagulation at 30° On 
the basis of the above it is highly probable that as the temj crature 
IS raised the rate of coagulation and consequently the hydration of 
thorium borate sol is more rapidly developed and tl e jellie*^ aie nroie 
readily obtained Also at higher temperatuies thoiium borate is 
partly hydrolysed to thorium hydroxide which has a gteat terdency 
to develop hydration and hence the setting time decreases with the 
increase of temperature 

In table IV are recorded the results of the influence of 20% 
glucose and glycerine on the time of setting of thoiium borate jellies 
It IS easily seen that the time of setting is markedly increased by the 
addition of these substances to the gel forming mixtures It is well 
known that glucose and glyccrn e are strong peptising agents and it is 
highly probable that m their presence thorium borate is further 
pcptised and thus the the time of setting is greatly increased 

The thixotropic behaviour of thorium molybdate, pho>pl ate and 
arsenate jellies have been investigated in a paper by Piakash and 
Biswas^ The thorium borate jellies investigated in this paper ere 
also thixotropic and a perusal of Table V will «how that the original 
time of setting of the jellies are much greater than the thixotiopic 
time of setting On shaking the structurally imbibed liquid of the 
jelly IS set free forming a dispersion medium for the jelly forming 
elements and the jellies are transformed into the sol state On stand- 
ing the structure is again developed and the gel is again formed. On 
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repeated shakes the lelly looses Its proj ert> of de\olopii{, h>dration 
and ultimately breaks up 

An attempt has also been made to investigate the relation bet- 
ween the toagulition and gelation points of the jelly foiming thorium 
borate s )1 From the re ults recorded in Table V I it is evident that 
mor’ of the electrolytes arc necessary to gi\e the jelly of the sol in 30 
minutes thin to coagulate it The results aie in conhimitv with those 
obtained by G ssntr'*, lihatia and Ghosh^ ind Prakash*^ for virious 
jelly forming sols It appears tint theie is always i fixed amount of 
electrolyte n< cessarv to give a stable jelly in a definite tirrc Any 
amount lessei than thi Ic ids to coagulation without illowingthc 
coagulated particles to develop hydi itioii and my amount greater than 
this giVcS a gelatinous pi ec ipilatc 

My thanks aic due to Dt Satya Prikish foi his very kind iiituest 
in this work 

Rf/erencff 

1 Prikash indDhir J Indian Chon S c 7 367 (1930) 

2 B rzclius Ann 16,305 (1820) 

3 Guertler ~ anort; Cktm 40 232 (^04) 

4 Kail JZ at i? Chon , 68 57 (1010) 

5 M isht in S itur '158 95 (1940) 

fa Dulie iiid Pi ik ish Z anorq Chem 208,163 (1912) 

7 Dhar ind Piakuh J Phys Cktm 34,954 (1030) 

3 Prikish indBiswis J Indian (hem Soc 8,549 (1931) 

9 Cessnrr IColl Chem B ih 19*^13 (1024) 

10 Biati i and Cr^osh J Indian Chem Soc 7,687 (1930) 

11 Prakash J Indian Chem Soc 9 137 (1932) 




INTENSITY VAIRIATIONS OF RADIO SIGNALS AND THEIR 
BEARING ON DIVERSITY RECEPTION 

By 
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University Research Scholar 
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(Communicated by Professor A C Banerji, FNITNASc,) 

24 th August 1948 

1 Introduction 

Appleton and Barnett (1) showed the existence of ionized layer 
in the upper atmosphere by their experiments on fading of radio 
signals as early as in 1925 Since then various investigators (2-5) 
became interested with the study of signal intensity received at a 
distance from the transmitter, particularly for the purpose cf inves- 
tigating the conditions of the ionosphere suitable for establishment 
of radio commumcations between two stations 

In these experiments medium waves were generally employed 
and observations were taken mostly in the presence of ground wave 
In case of short waves, however, the fading of signals has been recorded 
outside the reach of ground wave, and the nature of variations of 
intensity of the received signal has been found to be rather irregular 
Such variations have been attributed to random scattering of signal 
from diffracting centres in the ionosphere by Ratcliffe and Pawsey (3) 
Observations on short wave signals had shown that \ariationsof 
intensity were often very quick and sometimes possessing periodic 
characteristics Satisfactory explanations for lanous types of fading 
observed, particularly for short distance transmissions howeser, appear 
to be still very inadequate 

For reasons stated above it was considered useful to make some 
detailed investigations of the fading of short wave signals and a few 
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preliminary reports on such observations have already been published 
from this laboratory (6,7). The present communication is intended 
to exhibit the occurrence of various types of fading observed for 
short wave transmissions on wavelengths of 19 to 41 -metre-bands 
from Delhi and also from foreign and other Indian stations. In order 
to study the finer details of the intensity variations of received signals, 
continuous records of the observations were made on much extended 
time scale. The various types of fading have been conveniently 
divided into three main groups according to their mode of forma- 
tion, namely, 

(1) Random variation of peaky type, 

(2) Slow and comparatively regular or quasi-pcriodic 
variations, and 

'^3) Regular variations of periodic nature. 

The various types of fading have been accounted for by the 
different conditions of the ionosphere at the time of ob‘ervations. 
It has been further shown that such experimental investigations on 
fading of signals arc useful for tlie flevelopmcnt and understanding 
of the principle of diversity reception of radio signals. I’heoretical 
considerations and experimental observations show that it is possible 
to minimize the Tiding of received signals from a distant transmitter 
by space-divcisity reception with vertically spaced aerials situated 
at a much smaller distance between them compared to the distance 
required in case of horizontally spaced aeiials usually used for such 
reception, 

2. Theoretical Considerations 

It is generally assumed that the variations of intensities of radio 
signals at a distance from the transmitter arc of random nature. Some 
investigators (5), however, have reported that this .'assumption docs not 
hold good on many occasions particularly when the receiver is at a 
large distance from the transmitter This inconsistency between the 
observed and the theoretically assumed variations indicates that 
during the period of observatons there must have been occasions 
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when the variation of the intensity of signal was less random or it 
acquired soms characteiistic of periodic nature. 

For the above considerations the observations were recorded 
on a much extended time scale as stated before and all the three 
types of fading mentioned in the previous section were obtained. 
These types of fading have been found to continue sometimes for a 
fairly long time, and also the patterns of fading have been observed 
changing with time. 

The various types of fading and their change may be attributed 
to single, double or multiple spot reflections at the ionosphere. For 
example, the peaky random type of fading will be observed when there 
is only one spot reflection from the ionoijrherc with no other reflection 
either from the same or any other layci . Second type of fading namely 
quasiperiodic or slow random, is due to more than one spot reflection 
cither from one layer or from two dilfercnt layers in the ionosphere. 
Evidently in such cases the resultant intensity of the received signal 
at any moment will depend on the vector sum of the independent 
components arriving from different spots of the ionosphere. Thus at 
an instant when the strength of the signal due to one component 
tends to increase, the other component may tend to decrease and 
thereby the resultant intensity may remain comparatively constant. 
This reduces the peaky nature of the received signal and gives rise to 
slow random pattern. The above principle of reduction of fading is 
utilised in space diversity reception by using more than one aerial 
system as described in the subsequent .section. 

The third or periodic type cf variation of signal intensity may 
be attributed to two different causes. One is due to interference 
fringes caused either by single and double reflections from the. same 
layer or by two single reflections from two different layers, wfien one 
or both the layers have slow vertical movement. The other is dye 
to magnetoionic splitting of the incident wave at the ionosphere 
when the electronic density in the ionospheric layer is decreased tp 
a value corresponding to maximum usable frequency f^r tbovtivayc 
A 48 ” 3“3 
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u»cd for transmission as suggested by Appleton and Beynon (8) Both 
these types of fading have been observed by us and the records of 
these are shown in the following section 

3 Fxplrimental Arrangement 

A 5 valve superhet receiver was built without automatic 
volume control system and was employed for visual observations of 
the received signal intensities A sensitive and low resistance movmg 
coil mirror galvanometer was connected m the diode circuit of the 
second detector of the receiver foi observing the fading of received 
signals Usually the observations were made at interval of 3 seconds 
and the scale deflections could be measured up to 50 ems 

In order to have a continuous record of the observations an 
automatic recorder was constructed The arrangement consisted 
of a 7-valve superhet commercial receiver, the a v c of which was 
made inoperative The rectified voltage developed across the 
resistance in the diode circuit of the second detector of the receiver 
was amplified by means of a two stage direct coupled amplifier The 
amplified voltage so obtained was applied to a recording gal\ mo- 
meter which had a writing pen attached to it The initial piatc 
current m the galvanometer was balanced by means of an external 
battery of about 30 volts The writing pen moved in a vertical plane 
over which 4-mch wide paper for recording was run by a self-governed 
electnc motor The vertic al speed of the paper could be varied and 
the deflections of the recording galvanometer were calibrated for 
field intensities 

4 Observations 

Typical records of the three types of fading, mentioned in the 
previous section, are shown in figs 1 4 For convenience, the descrip- 
tion of the diagrams is summarised m table I below In order to 
check the conditions for different types of fading patterns, the electro* 
inic densities in Fg — layer at the time of observations, were calcu- 
lated from the ionospheric data supplied by the Research Deptartment 
AH India Radio, Delhi, and they are included in the last column of the 
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table. These values may be compared with the minimum electronic 
densities required for single and double reflections from the Fi layer for 
the distance between Banaras and Delhi (678.4 km), which were calcula- 
ted and found to be 1.2 x 10'* and 1.9 x 10® electrons /cc. respectively. 
For these calculations, thickness of the ionospheric layer and curvature 
of the earth have been taken into consideration. 


Table I. 


Figs. 

Date. 

Time in 
Hrs.I.S.T. 

Wave band. 

Type of 
fading. 

• 

Remarks. 

1. 

23-5-46 

1411 

19-metre. 

Random. 

Single reflection 
From F# (N — 1 .6 x 
10® electrons/cc.) 

2. 

7-5-47 

1730 

do. 

Slow 

Random. 

Double reflection 
From F* - layer [N - 
2.45 X 10® clec./cc] 

3. 

21-4-47 

1755 

do. 

Periodic. 

Double reflection 
from Fj - layer [N ■» 
1.93 X 10®elcc./cc] 

4. 

7-4-48 

0900 

do. 

Smooth 

Periodic. 

Single reflection 
fromF,-[N=1.5x 
10® clcc./cc.] 
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It will be observed from Figs. 1 and 4 that under suitable 
conditions single reflections from — layer may give rise to either 
random or smooth periodic variation of intensity of the signal. Simi- 
larly from Figs. 2 and 3 it will be seen that doubly reflected signals 

from F ^' — layer will give rise to either slow random or periodic 
variations from the received signals whirh may be superimposed on 
slow random variations. Theie is, however, a notable difference in 
the periotlic nature of fading between Figs. 3 and 4. The former is 
due to interference fringes caused by vertical movement of the layer 
when the electronic density is Ian ly high and the latter is caused by 
magneto-ionic splitting of the signal passing through the ionosphere 
witli varying electronic density w'hcn it appioachcs the value corres- 
ponding to the maximum usable frequency for the distance between 
the transmitting and receiving stations. Evidently the period on the 
formei occasion will be usually quick compared to that on the latter 
occasion as shown in Figs. 3 and 4 respectively. 

5. Spacf DivERsnv Rfcephon. 

If there arc two rccei\ ing aerials separated by a few wavelengths 
from each other in a horizontal plane, it is possible that they will be 
acted upon by reflections from two spots in the ionosphere and con- 
sequently the vai iations of intensity in the two aerials will be indepen- 
dent of each other. This principle is made use of in space diversity 
reception, where the outputs from two or more leceivers connected to 
aerials w'hich arc several wavelengths apart from each other, are 
combined together to obtain a fairly constant strength of the signal 
received. It may be shown that such independent variations of the 
signal intensity can be obtained in two vertically-spaced aciials with 
much smaller separation than that required for horizontally-spaced 
aerials. 

In order to verify the above, two vertical aerials were erected at 
different heights and seperated from each other by about one-third 
wavelength and were connected to two superheterodyne receivers of 
equal sensitivities and placed near each other. The receivers were 
connected to the aerials with transmission lines. Arrangement was 
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made to observe the intensity of rectified signals m the two rcccivets 
as well as their tot il intensities The variations of these intensities 
are shown in Fig 5 The dotted line represents the variations of 
intensity in the lower aerial denoted by G in the diagram, the dash 
doted line shiws the variations in the upper aerial denoted by E, and 
the continuous line shows the resultant intensity T obtained cxpcri 
mentally as described above It will be observed that though there «re 
laige varia ions in the two aerials G and f their phases are 
generally opposite to each other and as such the total intensity 
remains nearly constant 



TIME - MIN 

Fig 5 

In ordei to compare similar variations of mtensities in the 
horizonatally spaced aerials, observations were taken with one addi- 
tional aerial installed at the same level as the upper aerial and 
situated nearly at the same distance from this, as the lower aerial This 
has been shown m Fig 6, where the dash dotted and continuous 
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Fig. 6 

curvesTeprescnt the variations of intensity in the lower and upper 
aerials respectively denoted by (! and A in the diagram, and the dotted 
curve shows the variations in the horizontally spaced aerial denoted 
by B. It will be observed from this figure that the variations of 
intensities in the horizontally spaced aerials A and Jl are practically in 
phase with each other, whereas the variations in the vertically spaced 
aerials A and C, are generally out of phase. Thus the resultant out- 
put from the two vertically spaced aerials will be fairly constant as 
compared to the combined output from the horizontally spaced aerials. 

6. Summary and Conclusions, 

Various types of fading of shortwave radio-signals hav< been 
observed and they have been divided into three main categories, 
namely (1) random, (2) slow random, and (3) periodic. Visual and 
automatic records of the above observations have been made and the 
various types of fading have been explained by assuming random 
scatteving of radio waves from the ionosphere. The first and the 
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second type of fading have been attributed respectively to single-spot 
* or double and multiple-spot reflections of radio waves from the ionos- 
phere. The third or periodic type of fading has been found to be due 
to intcrftrcnct fringes caused by either two waves reflected from one 
or two layers when they possess slow vertical movement or by magneto- 
ionic split waves, when the electronic density in the ionosphere reaches 
the value corresponding to the maximum usable frequency for the 
distance between the transmitter and receiver. Both the above perio- 
dic types of fading have been recorded and the conditions of their 
formation have been verified by the ionospheric data obtained at the 
time of observations of the fading pattexns. Utility of these obser- 
vations in space-diversity .reception has deen indicated. A part of 
this paper was read and discussed in the Indian Science (longrcss held 
in Delhi, in January 1947. 

In conclusion, the author has great pleasure in recording his thanks 
to the Research Deparment, All India Radio, Delhi, for supplying the 
ionospheric data and to Dr. S. S. Banarjcc for his guidance, criticis- 
ms and suggestions during the course of the present investigations. 
His thanks arc also due to Piof. G. G. Mukerjee and principal 
M. M. Seugupta for their helpful interest in the work. 
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StUDlES IN THE NATURE OF HYDRATED FERRIC OXIDE 

PART n ADSORPTION OF VARIOUS IONS BY THE 
HYDRATED OXIDE IN ACIDIC, ALKALINE AND 
NEUTRAL MEDIA 

Ji) 

\rl N K Di 

Ol Cfll «IsrR\ I >II\IRS 1 I\ (PSaI&\R 
VM> 

SatyI'SHwa.r Ghosh 

DbP VRlMl Nr OF CllLMI 1R\ I \I\1RMI\ Ol VlLMIUM 
Read it thi im « ( u-, on nd M \ 1948 

\BsrR\cr 

llic adborption of the i itions s jdiuin md i])'i oid tint ol thi uii ii 
chloiide, oxalate and lenocytnidi bvh%djiUd Umi o\id< his been stulnd 
quinfitatively It his been obson I tint tin idsjiption ot the caii >iis s 
enhanced when the medium is ilk time, wheit i th idsoiption is minimum n an 
acidic medium On the othir hind, the idsnpti n ofanions is pronounced in 
icidic medium, and the idsoition diciiises with ih« fill m hydroi,cn ion c n- 
centration of the medium llu icsults h i\< beui di i iissid and the mechanism lus 
been explained on the basis of put n donating i pi t a i <« ptiiigc ipieits >r (In 
hydroxide under different conditions 

In Pait I of the seues^ we have dcsciibed oui itsults on tht 
pi ecipitation oi hydialtd feme oxide undei different toiulilions ol 
temperature and with vaiymg tontenliations ofthc ica< t mts ferric 
chloride and sodium hydroxide solutions It was obsci\< d that tht 
precipitation of hydiated ferric oxide is complete when tlu amount 
of sodium hydi oxide is about 7 pci cent less than tht theoictical 
amount needed Asinulai phenonunouhas been ucoidcd by Button 
in the case of scveial Jiy dioxides, wheic he obseiics thil in all the 
cases of the metal hvdroxides imestigatcd, a lessci quaniita of li\d- 
roxsl ions are able to bung about the scpaiation of metals as insoluble 
hsdiated oxides In the east of tupiic h\dro\id< the amount ol 
A48-3-4 
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alkali required to precipitate copper as hydroxide is about 10 per 
cent less than the iheoretical qiiuntity as repoited in an earlier com- 
munication®. This j)heju)nu'non hasliecii c.xplained b\ us on the basis 
of liydrol\ti( adsoi j)ti()ii f)l the at.ul i.idical. lesulting in tlic libera- 
tion of an efjuis.iU at qiiaiility ol li\d«o\yl ions, ^^hich cause the pre- 
cipitation «)f the hydrated oxide. 

Ill the course ol our studies on the adsoiption by ainphoteru 
oxides, like stauiiu li\ dioxide, as we ha\e obseixed in an earlier 
paper \ the .imouiit ol adsorption of ions by an amphotciic oxide is 
intimately connetted w'itli the hydiogen ion concentration ot the 
medium in which the hydrated oxide is suspended. Thus, in the case 
of hydrated stannic oxide, in the presence of minute quantities of 
alkali, the adsorption of basic groups like silver ions or the dye me- 
thylene blue was pronounced, while in the presence of an acid, the 
adsorption offeirocyanide or that of the dye Orange II was prominent. 

Since feiiic oxide, by virtue of its being able to form ferrites, 
is of an amphoteric nature, we have in this paper studied quantita- 
tively the adsorption of the basic ions sodium and coppci' —and that 
of acid ions -chloride, ferrocyanide and oxalate - in acidic, neutral 
and alkaline media. 

Experimental 

Hydrated ferric oxide was prepared by the intci action of equiv- 
alent amounts of ferric chloride and sodium hydroxide in aqueous 
solutions, The reagents were tested for their purity and the sodium 
hydroxide solution was free from carbonate. The solution of ferric 
chloride employed was estimated both for iron and chlorine and was 
found to contain these ions in equK alent quantities. For making the 
solutions, water free from carbon dioxide wa.s used. The precipitate 
of ferric hydroxide was washed free from a majority of chlorine 
ions and finally dialysed till chloride ions were completely removed. 
The precipitate of tlic hydrated oxide was then .shaken with water 
in a Jena bottle till a homogeneous suspension was obtained. For 
all adsorption experiments the freshly prepared suspension of ferric 
hydroxide containing 0.1358 gram of FcaOaper 25 c. c. was employed. 
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For determining llic amount of aparticulai ion adsorbed b> 
the oxide, 25 c. c. of the 'uspension u as taken in '■c\eial 100 c. c. 
graduated flasks, and ittcasured quantities of the solutions of electro- 
lytes were added. The medium was mule aiidu ot .ilkaline 1>\ 
adding I e. (. of MdOO solutions ol cither sulplun u c.eid oi sodium 
hydroxide befote raising ilu' \oJnme o| the mixture to 100 t. e. The 
heterogeneous mixture ss.is widl '•h.iken and kept immersed in a thci- 
mostat at 30'" for half an hoiii. When the h\ dialed oxide had 
settled, a measured volume of tlu‘ t le.' I supernatant liquid was pipet- 
ted out and tlie ion available m the solution detei mined. Knossiiig 
the total amount of the ion pieseiit lu 100 t . e. of the mixture, 
the amount of ion assoc iated with the precipitate was found bs dilfer- 
cncc. In the tables below, the ions adsorbed b\ 0 3 1 .')8 gram of 
ferric oxide aic expressed in milligram iors in a tot.il \ohinic of 100 
c. c. of the mixtui e. 

Athoffjlioii of Hudivi/t lon^ fiom mhvm ihloride udution 
Sodium in the supeiual.int liquid was> detei miaed b\ evaporating 
a measured sohime of the liquid to dn ness with a diop of hydro- 
ehlorie acid, healing the residue to constant weight and finally weigh- 
ing as sodium chloiide. The lesulls arc given in the following table. 

T \BI K I 



Ai idle .Nfcdiuni 

.Veutial .MecUuni 

Alkaline Medium 

1 

Initial 

Concen- 

tration 

Final 

Goncen 

tration 

1 

Adsoi p- 
tion 

i 

1 

Final 
Co nee ti- 
tration 

1 

Adsorp- 

tion 

Final 

1 Conceu- 
1 tiation 

.Vdsorp- 

tioii 

i 

20.00 

19.56 

0.44 

19.26 

0.71 

19 14 

0.81 

15.00 

14 82 

0.18 

14.34 

0.66 

14.23 

0 77 

10.00 

9.96 

0.04 

9.43 

0.37 

9 33 

0.67 

5.00 

3.00 

, 

4.56 j 

0.44 

4.47 

0.53 
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Iflwrptton of lupnc tons from lupric sulphate solution 
Coppu was cstnrii<id in i im isiired \oIiim< o( th< supernatant 
liquid bv the lodonieti K method Since m m ilkilim medium there 
111 chances ot the uniosil of toppci as h\drc \i k the adsoiptiou 
v\ IS measured in acidu md ueutial media nnJ\ In Table II the 
i\) iimenlal icsults ail picsinted 

1 \B 1 I II 



\cidic Medium 

Nciiti il Medium 

Initid ^ 

( oi Cl n 
ti ition 

Fin il 
( oncen 
tr Ition 

\dsoiptii)n 

tinal 

C oncen 
ti Ition 

\dsoipiic)n 

10 00 

iO O') 

1 O') 

88 O') 

1 95 

10 00 

28 K) 

1 S') 

28 45 

1 65 

^0 00 

18 65 

1 T) 

18 65 

1 45 

10 00 

8 95 

1 0) 

8 95 

1JI5 


idsorptton oj chlorine ions from sodium hlond solution 
In i measured volume of tlu supeinat int liquid chloride was 
estimited by titration using standard potissium thiocyanate 
solution, and feme alum as mduatoi Tie ic^^orpiion ofihlorme 
ions undei different conditions aie lecordcd be oi\ 

Table iii 


Acidic Medium Nciitial Medium \lkalinc Medium 


Initial 

Concen- 

tration 


20 00 
l 500 
1000 
5 00 


I inal 

Final 

Concen- 

\dsoiption C oncen 

tiation 

tration 

19 47 

0 64 19 88 

14 56 

oil 14 56 

9 75 

0 25 9 76 

4 89 

oil 4 90 


Final 

Adsoiption ( oncen- Adsoi ptioii 
I ti ition 


0 62 19 43 I 0 )7 

0 44 14 60 0 40 

0 25 9 80 0 20 

0 10 5 00 -- 
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Adsorption of feirocyanide ions frdm potasiiim firrocyanide solution 
Ferrocyanidc was estimated bv titration against standard pot> 
assium permanganate solution. The change of colour ftom green to 
golden yellow marked the end point ol the titiation. The adsorption 
of ferrocyanide ions are shown in Table TV. 



Acidic Medium ' 

Table I\' 

Neutial Nieclium 

Mkaline Medium 

Initial 

Concen- 

tration 

Final 

Concen 

tration 

\ds()i ption 

Final 
Cone en- 
ttation 

Adsoi ption 

Final 

Conccn- 

tiation 

1 

^Adsot ption 

1 

n.6 

f2 0 

1 6 

42.0 

1 b 

12 5 

1 1 

32.7 

il.") 

1.2 

31.5 

1.2 

12 0 

0.7 

21.8 

21 0 

0 8 

21.0 

0 8 

21.5 

O.S 

10.9 

10.5 

0.4 

10.5 

0.4 

10.9 



Adsbrphon oj oxalaU ions fiom potassium o\alaU solution 
Oxalate in the supernatant liquid was deleimmcd by titration 
against standard potassium pel nianganale solution. The amounts of 
oxalate ions adsorbed are piesentcd in the following table. 

Tablf V 



Acidic Medium 

Neutial Medium 

' Alkaline Medium 

Initial 

Concen- 

tration 

' Final 
Concen- 
tration 

1 1 

, Final 

lAdsoi ption Concen- 

1 tration 

1 

Adsorption 

Final 

Concen- 

ttation 

At^ sorption 

80.0 

77.5 

2.5 ‘ 

' 78.0 

2.0 

78.5 I 

1 5 

60.0 

.58 0 

! 2.0 

58.5 

1 5 


1.0 

40.0 

38 5 

1.5 

39 0 

1.0 

39.5 

0.5 

20.0 1 

19.0 

1.0 , 

19.5 

, 0.5 


— 
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Discussion 

On a perusal of the experimental results presented in tables I to 
V, it is evident that the extent of adsoijjtion of vatious ions investigated 
here, lie in the followfing order when the adsorption measurements are 
carried out in an acidic medium: 

Gu++> Ca 04 “> Fc (CN),. > Cr > Na+ 

The order changes in a neutral medium to the following; 

Cu+*'- KeiCN), . Na+. Cl” > CA"” 

When tlie medium was made alkaline the order totall) changed to: 

\a+ cr he (CN )..-’■■■ CjO" 

It ma\ be noted that the change «if media from acidic to alkaline 

totally reverses the order in which the metallie oi acidic ions arc ad- 

¥ 

sorbed In an acidic medium, the adsorjition ol sodium was only 0.44 
mgm ions when the initial concentration wa.s 20.00 mgmions, wheic- 
as in an alkaline medium the adsoiption increased to 0.86 mgm ions. 
On the othet hand, the acid radicals aie preferentially adsorbed in an 
acidic medium as found from tables III to V. 

In part I of the series, we suggested the following scheme to 
account for the chemical behasiour of ferric hydroxide; 


Fe (OH), = Fe(OH',++OH- (i) 

2Fe (OH)./ = FeA + 2H+ + H,0 (HI 

H+4-OH" « H,0 (Hi) 


In equation (i) the precipitated ferric hydroxide liberates OH“ 
ions and is, therefore, capable of behaving as a proton acceptor and 
accounts for the basic nature of feme hydroxide. Thus, if an exces.s 
of hydrogen ions is maintained in the systeip, the reaction will proceed 
from left to right and the basic character of the oxide will be more 
pronounced. Under (iiese circumstances, acid groups like chloride, 
ferrocyanide and oxalate will naturally be preferentially adsorbed. 

Equation (ii) illustrates the acidic behaviour as shown by the 
liberation of a proton by Fe (OH >2 In this case the acid properties 
of the oxide are prominent, since it behaves as a proton donator. Thi.s 
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IS sub<>iantiatecl by the observation that sodium ions are pi eterentially 
adsorbid in an alk time medium and th it ihc adsorption ol sodium 
d m n slus as thi acidity ol the medium incit iso 

I] e eiou, t is evident th it sim i tic iculoi basic pio| cities oi 
an o\i(l( IS dependent on its p oton donating oi pioton a tcj t ng 
ca|a(Uy whthm.iy bt le^ulilcdbN tlie hydrogen ion contcntiation 
oi themed um the ulsoiption oi caiion<, oi inions vsould uatuially 
\aiy with the tondilioiis ol h\d ogen ions ol the ined um m which the 
hvdi iti d oxidi ii ded 

I inthei work iii this diiei t on it is hoped, will bi able to sub- 
stantiate the view d(\f loped m the piesent senes ol ] a] ers on hvdro- 
Kides 

lief i 

1 l)ty and Cihush y /; /laiiC/i m S l‘t49, ’b 

2 Britton J C/ntn Sr 1 12), 27 I'l 

T Dcy ind Ghosh / Ua Ch m 6ot 1 *47 24 181 

1. Dev tnd Ghosh l‘nc \a/ -tea/ Set Inha l'l4b, 1 j/l 143 
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ON THE RATIONAL SOLUTION OF THE DIOPHANTINE 

EQ.UATION 

:P-i 

By 

D. P. Banerjef 


(Communicatcil l)v PiolVssorA Cl Bane iji. Head id the Department of Mathe- 
matics, Allahabad University, Allahabad) 

Received on 24-3-49 


Tflutcalofl' autl Kaiamkoloir^ htuc considered (he solulioii of 
of the Diophantinc equation wliete (w, «i l-/w, /> — 

(n, ft). SiegaH lias pi oved the possibility of tin solution of the Diophau- 
tinc equation ax"^ — by^ C. 

Tlie Diophantine equation a(x”*~^ — 1) — y’*”' — 1 ) — ^ is 

required in solving mans prolilems in Theor> of numbm. Here 1 
shall prove the possibility oftlu' cxislence of lational solution. 

Tlie following ibeoiein is required:- 

Theorem 1. If/H, are Coprime integers and M fm-1) 


(h - !)(/>-) j and A/, 


Af 


m- I 


M, 


M , 


A/, 


M 

-p-\ 


and 


*i> 


Qg, a., be a set of integers such that 1+a,. A/,. = 0 {mod mr- 1) mt =-w, 
M, p, then the rational solution of the Diophantine equation — 

Bx^ ”"‘=a*a for wltich x■^,x^, Xa 

, V H-aiAf, ^ ttgA/g ,, KjAia 

will be given by — 


y mi ^ 1 +Ctg M.% y tCfl M-x 

Vg"Aj j* Ag I — ■ Aj I 

* «-l * «-l n- I 

y «! A/, „ «a Afg y l+cta Af n 

p^\ p^\ * /»-l 


A46-4-1 
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where AXx'^BX§’*‘Xi. 

If Oj be the value of a satisfying the equation 1+oij MjeO (mod 
/«- 1) then l+Uj {m- 1) (modm^ 1). Hence the equation 

1 +«! Afj sO {mod /«! - 1 j IS satisfied m tui infinit) of ways. 

It is evident that s\c tan always find integcis x„ Xt, X, satisfying 
the equation A X^^Ji A'| - X^ when A and B aic rational. 

IfX^fX^fX^ satisfy the equation AX^ — BX^ JTathen 
Jfj+X B,Xx —XfXKA will also satisfy the equation. Hence the equation 
A Jfi- BX^ - ATg may be solved in infinite ways. 

Hence the Dio phan tine equation A Xx BX^ may 

be solved in an infinite ways. 

Since l+MyOfsO (modmr-’l) and MxasO (morf 1, a-1); 
AfgsO w-l, 1); AfaBiO (ffiodn*— 1, n*-l) and JTi, X^X% are 
integers then Xx, >:>, will also be int^ers. 

Theorem 2. The Diophantine equation a{x 1) — 1) 

- z may be solved in integers in an infinite ways. 

Let * "*“1 - A, 1 andy -2, a*= Aa, 

Then Xx x^ **^-=*8 ^ (0 

By theorem 1 the equation (1) maybe solution integers in an 
infinite ways. / 

Again the equation — X aci 1 has at most one solution 
in integera x,y when X exceeds certain limit which depends on m when 
m>C. 

Since we have infinite number of integral values^ of Xx we have 
infinite number of integral values of x satisfying the equation x 
X Xx •*» 1. similarly fijr 

Hence the equation a{x "*^-l) may be 
solved in an infinite ways where m, »» p are relatively prime. 

IV * 

« ^ Reftmet. 

1. Tchacaloflf aud Karamiooloff (1940) 

, Comptes Kendus (Paris) p. 210 

2. Siegel (1930) Btrlmr SttztMgslertekU pp. 1«70 
b. StegeL Ic. 



NEW L^ES IN CARBON SPECTRUM 

By 

A S Varma M So , Ph D. 

Pflxsics DBPAaniBNT Lucknow UNiyrasm Li cknow 
(Received on Icbruai^ 28, 1948) 

(Communic'itcd by Prt f D B Deodhar I ucknow Umvrrs t> I urknow.) 

ABSIRACI 

The emisnOn sptctii ft non nl p ne simpl s ol rub n wer ph to(,riphed 
on a Hilger Medium size Qii irtz Sprct iph E ^ in the regie n I ^ 100 t 7 000 
A U by arcs running on 220 \ If DC mdri yin r trent t mips Ihe 
lines in the iron spectrogiimw ( id ntifi d nd tl rl ti\ pi ii ns of tic taibm 
lines were m isuted I > II Ig r s C mpiiatoi and tl eir wave lengths were raluilated 
by applying Hartmann s Int rpol iti n f im ili PI < lines due to imp uities present 
in carbon specimens were eliminated, but m iddition t the pul lished carbon 
lioei there w« a positive mdicUion of the prestnee of a faiily hrge number of 
new Imes if varying mtensity which aic ittnbuted to carbon 

iNTRODtK TION 

Much work has been published m the post )ears on the analysis 
of line and band spectra of carbon in the ultra- violtl and the extreme 
ultra violet regions by towler and Selwyne (1928) and Johnson (1925) 

In the j:ourse of the spectroscopic investigations on some com- 
pounds with the help of the carbon arc it was noticed that there were 
some new lines attnbutable to carbon, and it was thought desirable 
to make an independent observation on the carbon arc to sittle this 
point A carbon arc of spectroscopically pure s] ccimens of carbon 
rods was set up for this purpose and spectrograms were photographed 
in the region of 2,100 to 7,000 A U 

The observations were repeatjed a number of times and it was 
discovered that new lines existed on all the plates These lines do 
not seem to have been recorded by previous workers 
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Experimental 

The Hilger medium size quartz spectrograph was used to photo* 
graph the iron and carbon arcs in juxtaposii^Dn with two consecutive 
holes of Hartmann’s dia^^m Tiie essential feature of this spectro- 
graphis the Cornu Prism v^ch is composed of two ?0° prisms of quartz 
of opposite rotatory power-one dcxtro and the other lae\o rotator)' 
prisms in optical contact so as to cancel the optical rotations 

Ilford Hypersensitive Panchromatic Plates H P 3 were cxpo‘cd to 
photograph the emission spectia of the arcs run on 220 volts D C 
carrying 3 amf«. current These plates weie exj o«!ed and dc\ eloped 
in absolute darkness and the spectrogram was phu gra] hed in the 
region extending from 2,100 to 7,000 A U 

The lines of the iron spectrogram were identified and compared 
with the standard spectre^rams published by Hilgers and the positions 
of the carbon lines were measured with reference to the iron lines ot 
known wavelengths by means of the Hilgcr measuring micrometer 
L 13 and their wave-lengths were calculated by appyling Hartmann’s 
formula which is fairly accurate over short ranges of wave-lengths 

The Hartmann’s interpolation formula gives 

K ■■ Xoi +~~— 

whtite 

\ is the wave-length of the line in question 

^ 0 ) ^0 constants 

and rf, the position of the unknown line on tne micrometer scale 

Measuring the distances of three known lines of Fc*spectrum 
and substituting in the above formula provides a set of simultaneous 
equations from which all the three unknown constants can be easily 
evaluated 

Knowing all these constants and measuring the distance of the 
unknpwn carbon line with reference to the identified iron line the 
wavelength of the unknown line can be calculated 
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In this way die wavelengths of a large number of carbon lines 
have been measured. 


OB.SGItVATI01«S 

The carbon electrodes used for the arc spectrum wcie supplied b\ 
Adam Hilger Ltd London 

The report accompanying these carbon electrodes which were 
prepared under extraordinary special conditions with a view to obtain 
purest possible carbon revealed the pi csence of the following impuri- 
ties in traces on spectrographic analysis 


Sodium 

Na 

M^nesium 

Mg 

Calcium 

C.i 

Strontium 

Si 

Copper 

Cu 

Manganese 

Mn 

Aluminium 

A1 

Silicon 

Si 


According to the report, the lines due to Potassium Barium and 
Aluminium were not in evidence and the report provides a table of 
wave-lengths of th lines due to impurities present in the specimen 

These lines have been complete!) eliminated from tiie spec- 
trogram of the carbon, photographed Further all those lines found 
in the carbon spectrum appended in standard tables (1924) and (1932) 
have been taken into consideration. Apart from all these lines, there is 
a positive evidence of the presence of some more lines in the spectrum 
which have not been published by other workers 
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A table of the new carbon lines as observed is given below ; — 


S. N. 

Wave-length of 
new 

Carbon lines 

Frequency 

Intensity 


A. U. 

cm”^ 


1 

1197.600 

23823 13 

3 

2 

3851 727 

25962 39 

3 

3 

3202 585 

31224 79 

2 

4 

3197 859 

31270 93 

2 

5 

3191.122 

31336 96 

1 

6 

3185.438 

31392 87 

4 

7 

3183 917 

31 407 86 

5 

8 . 

3133 224 

31917.10 

3 

9 . 

3130.246 

31947.37 

2 

10 

3125.591 

31993.96 

3 

11 

3120.705 

32044.05 

2 

12 

3118.442 

32067.3 

5 

13 

3053.327 

32751.17 

4 

14 

3033 426 

32966.03 

2 

15 

2957.261 

33815.08 

1 

16 

2941.285 

33998.75 

2 

17 

2920066 

34245,8 

2 
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S. N. 

Wave-length of 
new 

Carbon lines 

frequency 

Intensity 


A. U. 

cm*^ 


IB 

29Ub.ll3 

34410.2 

2 

19 

2B92 510 

31572.05 

1 

20 

2701.375 

37018.18 

2 

21 

2690 844 

37163 06 

2 

22 

2683.423 

37265.84 

2 

23 

2388 59 

41865 70 

4 

24 

2375 18 

42102.08 

5 


The intesity of these lines has been recorded taking the intensity 
of the brightest line in the spectrogram as 10 


Conclusions 

After eliminating all lines due to impurities in the carbon speci- 
men and the published lines of carbon there is a positive indication 
of the existence of 24 additional lines of carbon, the wavelengths, 
frequencies and intensities of which are given in a tabular form. 

A major portion of these lines are &int in intensity but their 
positions can be properly located with the help of the Hilgers 
Measuring micrometer L 13 using a suitable magnification. 

These lines do not appear to belong to the bands pVesent in 
the carbon spectrum 


Aoknowlxdoeiisnt 

In conclusion, the author ei^resses his sincere and grateftil 
thanks to Prof. D. B. Deo(friar for suggesting the problem and fi>r 
his valuable guidance and to the University for a research grant. 
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STRAZZERFS FORMULA IN RECTILINEAR CONGRUENCES 

AND ITS APPLICATIONS 


By 

Ram Behaki and Ratan Shanker Mishra 
Delhi University 

The object of this pap^r is to establish Strazzcri’s formula • in 
Rectilinear Congruences by tensor methods and to obtain from it or 
directly various forms for sin 0 where 0 is the angle which a ray of 
the congruence makes with the normal to the surface of reference at 
its point of intersection with the surface. 

1. Let a Rectilinear Congruence be defined by the co-ordinates 
X * =»*• (b\ k*), t =» 1, 2, 3 of a point M on the surface of reference S and 
by the direction cosines {u\ i— 1, 2» 3 of the line passing 
through M. 

Then x».x*=l. ... (M) 

The functions X* may be expressed in terms of the direction 
numbers x*, .( (oc^^ 1, 2) of the tangents to the co-ordinate curves on the 
surface through Af, and the direction cosines AT* of the normal to the 
surface at M. Thus 

... ( 1 - 2 ) 

where are the contravariant components of a vectjpr in the 
surface at Af, *q* is a positive scalar function and ^ denotes covari- 
ant differentiation of x^ with r^ard to a" based on the first fundamen- 
tal tensor 

■ ■ ■■ _ - 

♦ See StntEseri, Palemo Rendiconti (1927), p. 130 ; BeharL R, Jour. Ind. 
Math. Soe., New Series, Vol. II (1936)„ pp. 163-164, 


no 
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of the surface S. 

From (1*2) we get, by virtue of (1*1) and (1*3), 

A».A*s { p “ i ^, a + q ^) + q ^)’^ P “ P ‘ gaa-\-f 

or 1 ^pap“+(^-PaPeg“‘+q' 


(1*3) 


(1-4) 


If 6 is the angle between the normal to *S* at M and the line x of 
the congruence at it follows from (1 *2) that 

cos0«A*A’-g .. (1*5) 

The equatbn (1 4) assumes the form 

P»Pag“‘-»'n^^ • ( 1 * 6 ) 

Suppose the determinant /jX*) —e„fi *(17) 

then 

^aa^yi^gaygaa'~gaagay • (1 ®) 

and the equation (1*6) becomes 

. (1*9) 

2. The direction numbers x\„ (a 1, 2) of tlie tangents to the 
co-ordinate curves on the surface of referei^ through Af, may be 
expressed in terms of x* and x* « (<t - 1 , 2). Thus 

.. ( 2 - 1 ) 


. where x', « denotes covariant differentiation ofx* with regard to 
tf" based on the first fundamental tensor of the spherical representation 
of the congruence, 


^ tP 

... (2*2) 

From (2*1) a*.**,*-^« 

... (2*3) 



where -(^',«A»,^X*), 

::: St! 

< Egfi Eyt “Cay C^l —Cal Gfiy 

and is a tensor conjugate to Ef,p, 

... (2'6) 



Strazz«fi*s Fwmda in JUctUinear Cangnunets 1 1 1 

The first fundamental tensor of the surface of reference S is given 
by 

whence, using the equations (2 4), we get using Eisenhart’s notation 

J^=&-A’+}.’'Jr.=A'+i7.[G«’-2F</'+E/"] 1 

^“&.”AA4?i’’?T.“AA+p[G'/-F/r'-F«i+Ej/'] ■ ... (2'7) 

G"A.-A‘+J’'.2«“A‘+j^[G/‘-2F«/+EiT ' 

From these equations 

['.of 

or usin^ the equations (I'S) and (2 4) in this equation we get 

where ds and do are the elements of areas of the surface of reference at 
Af and the spherical jcpresentation of the congruence and p„f», arc 
the distances tj the focal points iron the surface of reference. 

This formula can be proved alternately by considering the 
determinant 

{X\a X\p 

wh'ch with the help of the equation (I *2) can be written as 

In virtue of (1 7) this determinant becomes equal to 

f^oP’ 

using (2*1) the determinant also beomes 
which using (2 5) is equal to 

o 


(2-9) 
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Hence 

or 


9*n“ 

.S" *^EG JF* 


or using (2*4) we get q 
Hence 

3. The equation (I'Q) gives an expression for sin*0 in terms 


ds_ 

dv 


eas 

• P,* 


of A 


m 


sin* 6 “AaA/* 


When expanded this equation becomes 

sin- e [p; G4 p:E- 2 P^, Fi 


(3-1) 


Using Strazzeri’s formula we now find out another expression 
for sin* 0. 


Covariant differentiation of X' in the equation (1 *2) gives 
which by means of Gauss and Weingarten equations 
and f 

ctn be written in the form 

p 

where 


(3-2) 


(3-3) 


From the equation* (3*3) the first fundamental tensor for the 
spherical representation of the congruence is given by • 

Also usii^; equation (3*3) 



or X‘ isi* V r.r* . 

fi 

t. t G-^r , Ef-Fc , GJ-F^ , Eti-Ff 
whence ~ I*.- y7^ * jj— '.../S'o) 


Using (3 5) in 4) wege*, 

E rG'’-2ft/ ^fF-ri 

F“G,j-*F.»,+Ji^, |r.r™FF,+^[G^— '~Fig-^Egf'] 

G-G„~.;+^.-> ti,y~y;+^.lGf-2Fef+m J 

Fiom these equations 

lE.gy’fy ^1-v, G„ - r., r^,)' r"> 

or (r,<, E-ty (l-v.y, G„ E-r EiM ) = ',«, E.,E»yV 

111 conseq icnce of Strazreri’s foimula. 

When expanded this expre'sio assumes the foi in 

IQ i»,*G+f,*E— 2v,F 
0 - 


(3 6) 


* t i 

sin ' 


7) 


(3 8) 


4 The expression (3*7) for sin*6 can be obtaired ndepcndcntly 
of Strazreri’s formula as follows — ^ 

The functions may be expressed in terms of A* and A* j, 

Thus Jr-r*.A»«+( 7 A' ♦. (4*1) 

where r® are the eontravariant components of a vector in the spherical 
representation of the congruence, *?* is a positive scalar function and 
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X* II denote) covariant differentiafionof a' with regard to ft* based oi 
the first fu idamental tentk^r ** 

G«/»^xS«a'» .. (4*2) 

of the .urface S 

From the equation (4 2\ cos0 'V V' q, 

-iP A‘,« = v^G«/| ~v„ 

md X' V* A' «-t :x){yPk fi 

01 1 ' “vP G„fi i / 

oi sin*6 “ »!,•>* 

oi sin‘6 R* vfi G*^ 

oi 8in*0 =» r/j 

in virtue o'" (2 j) and ^2*6) 
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Abstract 

As its title indicates, this paper (divided into four sections) is devoted to a 
somewhat detailed discussion of the nine systems of (oo^ of) conics of double oscula- 
tion — real or imaginary — attaching respectively to the nine points of inflexion of 
a given (bicursal) cubic F. 

In Sec. I Chasles’s characteristics, associated with any of the nine sets of 
conics have been determined, and the loci of the centres and foci have been shewn to 
be of respective degrees 4 and 12, whereas the envelope of the asymptotes is found 
to be of class 14. 

Notice has been further taken of the 

(i) Ath rectangular hyperbolas; (ii) /our parabolas; 

(iii) Jour pairs of lines (inflexional tangents) ; 
and (iv) Artt ‘cognate’ sextactic conics, 

that are included in any of the nine aforesaid systems of conic of double oe cul a t ioi n . 
Incidentally, a symbolic (irradonal) form of T in terms of three ‘cognate* conics of 
douUe osculation has been established. 

In Sec. II the M-invariant, the Jacobian (covariant) and a certaii^ relevant 
contravariant, related to an arbitrary triad of ‘cognate’ conics of douUe wcu bti on, 
have been taken into consideration. Special attention has been paid to the triad 
of (cognate) conics (of double osculation), qualified by a ztro M-invariant. 

InpcantoffiMit, ithasbeen definitely iMoved that such a triad of conics— 
which includes, as a particular variety, the three ‘cognate* sextactic conia— 
p owes iei a common sdf*coojugate triangle. 

Ad64-3 
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Sec. Ill deeb principally with the canonical homgntviu fiMnns, which diree 
^cognate* conioi of double oaculation—- having a nuU ilf-invariant-^nume, when 
their oommon telf<ooi:^ugate triangle ii choaen aa the fna^gb ^ r^finnu. Pro* 
m i nen ce has been given to the particular case when the three (‘cognate*) conks in 
quettkii happen to be the three lextactk conics, included in the system. 

Lastly, Sec. IV begins with a lemma, touching on the it^mibuU of *equi- 
anhaimonic* cubics, ‘each (£ which counts, among its aggregate of polar conics*, three 
assignid conics, endowed with a common self-conjugate triangle. The lemma has 
been finally applied to the investigation of the snies of ‘equi-anharmonic* cubics, 
that have for their common polar conics, an assigned triad of ‘cognate* conics of 
double osculation, — ^which may or may not be sextactic conics, — related to a given 
(bicursal) cubic and qualified by a cm ilf-invariant. 

Int&oduotiom 

The present paper, as its name implies, is devoted to a discussion 
on the nine systems of conics of double osculation {real or imaginary), 
which a bicunal cubic possesses under normal c^cumstances. As is 
well-know^ (non-degenerate) plane cubics are classified as bicursal or 
tmioffSdl, oo^fding as their deJUiency or genus is 1 or 0. Little or no 
notioe has been taken in this paper of the comparatively simple theory 
dT Mveradl cubics, considering that they are derivable from ordinary 
conics by the process of **quadric inversion** (i. e., circular inversion 
combined with projection). Of course, most of the properties of 
bUvfsal cubics, when properly modified, hold also for unicursal varieties. 

As regards the special use of the term osculation in this paper, a few 
words of explanation are called for. It is common knowl^ge that, 
whilst the 'osculating conic* of a curve T at a point P is generally 
defined as the conic, having five-pointic contact with f near P, two 
arbitrary curves Tand r are, generally speaking, said to Woi/efo* each 
other at a point P, provided they have only three-pointi/c (and not five- 
pmtSc) contact with each other near P. In the present context, by 
a *eonic ^ dottle osciUation* of a cubic i* is nieant a conic, hxviog 
three poiniU contacts with /* at two points, which are usually ^tmt 
but Q^y in special cases coincide. 
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As a matter of convenience, the paper has been divided into four sec* 
tions. Section I treats of certain characteristic properties of anyone of 
the nine systems of oo' conics of double osculation, attaching respectively 
to the nine points of inflexion of the cubic J*. The infinitude of conics 
of any of the nine systems — spoken of as ‘cognate* to one another— con- 
tains* among others, three sextactie conics of r. Then Sec. II deals with 
the Af-invariant, the Jacobian covariant and cubic contravariant, asso- 
ciated with an arbitrary triad of ‘cognate’ conics of double osculation and 
rightly lays great stress on a specialised triad of such conics, having a zero 
M"invariant; the intrinsic importance ofthe last-named cat^ory of triads 
(of conics of double osculation) lies in the fact that it includes, within 
its fold, the triad oi*sextactic* conics. Thirdly Sec. Ill disposes of the 
canonical (homogeneous) forms of a triad of *eognate* conics (of double os- 
culation) — belonging to any one of the nine systems — having a zero Af- 
invariant. Finally Sec. IV begins with a digression on an arbitrary 
triad of conics, having a common self-conjugate triangle, and ends with 
an application to the special triads of conics of double osculation (4f 
cubic), having a ztfo Af -invariant. 

I beg leave to add tliat, although the subject-matter of this paper is 
classical in origin and there are occasions on which I have felt constrain- 
ed to touch on known results, still I honestly believe that this paper em- 
bodies a very decent amount of original contributions to the subject. 
Even in the disposad of known results, there is, I believe, lome novelty in 
the mode of treatment. 
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Segtion I 

{Getur/U properties of ^sterns of comes of double oseidaiioH.) 

ArU 1. — We know from the Theory of Higher Plane Curves 

(i) that if a conic has three-pointic contacts with a given 
cubic r (bicursal or unicursal) at two points P, the 

chord PQ, must cut T uXo. point of inflexion / ; 

and (ii) that, conversely, if an arbitrary transversal ZPQ, be 
drawn through a point of inflexion I of the cubic P, then 
a uniquely determinate conic can be described so as to 
have three-pointic contacts with T at P, Q,. 

Thus, intimately related to a point of inflexion / of a cubic P, 
there exists a family of oo' conics of double osculation, whose chords 
of (double) osculation form a pencU through P. If, then, P be 
supposed to be a bicursal cubic of the most unrestricted type, it must 
have mu sets of co*- conics of double osculation, attaching respectively 
to the nine points of inflexion (real or imaginary). For felicity of 
expression, we shall use the adjunct ** cognate ”, in connection with 
two.or more conics (of double osculation), to signify that the conics 
in question belong to the same family, i.e., that their associated chords 
of double osculation pass through the same point of inflexion of the 
cubib. In other words, two conics of double osculation (of P) will 
be termed ** c(^;nate ** or ** non-cognate”, according as their related 
chords (of double osculation) do or do not pass through the same point 
of inflexion. Adopting this nomenclature, we can simply assert that 
a bicursal cubic admits, in general, of nine distinct families of cognate 
conic* of double osculation. The main purpose of this paper is to 
make a systematical study of the afore-mentioned families of conics. 
Our object will be realised if we confine our attention to ordj one of 
the s]|hitexn8 of conics (of double osculation); for the intrinsic 
prop^des, shewn to hold for oqy cm of these systems, mu$t, firom 
considerations of symmetry, hold also fbr each of the remaimm eight 
systeifos. 
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In the analytic investigation to be initiated in the next article 
we shall find it to our convenience to approach die subject in an 
indirect manner. 

Art. 2.— We shall first make use of a lemma, (the truth of which is 
intuitively evident) viz., 

If P» Q. be the two points (real or imaginary), where a given 
conic S is met by a given right line a, the most general equation of a 
cubic, having three-pointic contacts with S at each of points P, (^is 
representable in the form : 


... (I) 

where v is an arbitral right line, involving necessarily three arbitrary 
(or disposable) constants. 

A cursory glance at (I) suggests that the chord of double oscula- 
tion, viz., « cuts /* at an inflexion, the tangent at which is 9, — a fact 
otherwise obvious on a priori grounds. We may now look at the 
matter from a different perspective, and affirm that, if the cubic be 
given in the first instance and S be any of the infinitude of conics of 
double osculation, the equation of f must be of the symbolic form 
(I), where, of course, u, v are two right lines, of which the former is 
the chord of osculation, and the latter is the tangent (to r)atthe 
related point of inflexion. If, as a measure of expediency, this point 
of inflexion be taken as the origin 0 of Cartesian coordinates (in 
general, oblique), and the lines 

u«>0 and o>*0 

be takoa respectively as the coordinate axes 

X— 0 and 

the Cartesian equation of the original bicursal cubic 7* may be thrown 
mto the form 




. . ( 11 ) 
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5's^Mt*4.2A^+^^-2^*4-^+c-0 . . . (1) 

osculates /* at its two points of intersection with the axis x»0. Need- 
less to say, the axisj>«0 is the tangent to /* at the point of inflexion 0. 
The equation (11) being equivalent to 

(5’-|-3xx*+3x*Afy-|-xy) jK- . . . (HI) 

(where A is an mbitrarjf parameter), wre readily recognise that the 
gtntral equation of the family of oo*^ cognate conics of double oscula- 
tion (including the first conic as a particular member) is 

5+3Ax*-f-3A*;ty+A»j»»-0, •) 

f • ■ • (2) 

i.c., (aH-3A)x-+2(A+iA«)Aj»+(A+AV+2«*+2j(y+«-0. ) 


It goes without saying that the pencil of corresponding chords of 
double osculation, — ^passingi of course, through the related point of 
inflexion 0 — is denoted by 


x-fA^— 0, . . (3) 

where A is, as before, a variable parameter. 

It is clear on all hands that, by choosing the parameter A in 
diverse ways, one can easily deduce, from (2), the equations of 
( i ) the three sextactic conics, 

( ii ) the/our parabolas, 

( iii ) the three rectangular hyperbolas, 
and ( iv ) tlie four pairs of right lines, 

that are included in the family of conics of double osculation, appertain- 
ing to thf point of inflexion 0. Judging from elementary considerations, 
one can readily perceive that, xmless die cubic /* is speeialised to a 
certain extent, the family will not include even a single circle. 

Thh four cases ( i ), (ii ), ( iii ) and ( iv ) will now be dealt with 
serially. 
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Ctui i. Observing that (2 ) will be a sextactic conic of f, if it touches the 
chord of (double ) osculation viz. (3), we promptly realise that the 
three sextactic conics*, belonging to the system ( 2 ), are represented 
by the Cartesian equation 

( u+3Xr) *"+2 (A+|Xr») *)>+ {b+Xr’^) y+2gx+2fy+e^0, (IV) 

and that the three associated sextactic points are 


( 



and that the tangents at these points are 

*+Xrj>“»0, 


provided that r runs through the values 1 , 2 , 3 in succession, and that 
XijXsiXs are the three roots of the cubic* in X, viz., 

«X*4-^J^*+2Hx4'-d*0 ( V ) 

.Cars ii. The system ( 2 ) includes four parabolas, whose Cartesian 
equations are of the form : 

(a+3ifcr)*«+2(A+|*r“)*?+(A+V)/+2gx+2j(>+s-0, ( VI ) 


provided that r runs through the values 1 , 2 , 3, 4, and that 
A 4 are the four roots of the biquadratic in k viz.. 


(a+3A) (A+it»)-(A+|*«)*. 


••• ••• sts 


^s» ^s» 


(VII) 


* The three sextactic conics will be hereafter referred to as a triad of **togiuU^* 
sextactic conici, and their related sextactic points will be termed **cogiuU'*. That is 
to say, two sextactic points are esgoote ot nonKOgiuUs according as they are or are not 
«s4sagMtia/. So the adjunct "cognate”, when applied to sextactiS points is 
synonymous with eo^tongaHol, the common tangential being of course a point of 
inflexion of the cubic. Thus a bicursal cubic /‘must be said to possess nine triads 
of 'm/aatf* sextactic conics and nine, associated triads of "sogaair” sextactic points. 

^As usual, the capitailetten(A, £,C,F, G,/f) denote die co«fkcton of the 


oonrespondiog small letten (o, t, r,/,g, A) itt the detenninant: 


a A 
A b 
i f 
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Cast Hi. The s) stem (2) includes three rectangular hyperbolat^ ivhote 
Cartesian equations are of the type : 

(a +3mr)**+2 (A +|mr*)«y + (A 4-mr*)/+2g*+2j5'+^ -O. (VIII) 

provided that r runs through the values 1, 2» 3 and thatm^ aiu aig* 
are the three roots of the cubic in m, viz., 

(a-f-3m)+(A4-w*)— 2(A4-|w*) cos a>-»0, . . . (IX) 

( w denoting the obliquity of the Cartesian axes ). 

Case iv. The system (2) includes fowr improper conics (i. e., conics 
composed of pairs of right lines), whose equations are of the form: 

(a+3«,.)**+2(A+fnr*)jp'+(A+nr*)y+2g*+2jg>+c-0, ( X ) 

provided that r runs through the values 1, 2, 3, 4, and that nj, sh* 
rit are the roots of the biquadratic in », viz., 

fl+3n, A+|«“, g =0. . . . (XI) 

A+i«*, A+n’, / 

g > f » c\ 

If {if, 9 r) be the two constituent lines of the improper conic (X) for any 
of the four values of r,., satisfying the equation (XI), and if we set 

i, = 

then the equation (II) or (III) of the original cubic /* can be alterna- 
tively put in each of the four forms, viz., 

(r»l, 2,3,4). . . . (XII). 

Remarking that the four lines of the type all pass through the 
inflexion 0, and that the related harmonic polar (say, (;), viz., 

is the common polar line of 0 w. r. t. the different conics cf the system 
(2), — including, as special varieties, the four line-pairs of the type 
\if, ifrl -"And interpreting (XII) geometrically, we are squarely led to an 
altemative jffoot of the following known result: — 

JfO be any ons of the nine points of iti/lexion (real or imapfMry) of a 
bimstU cubic T, the remaining e^ht points of itfiexion can bo grouped into 
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four pairsy such that the two inflexions of each pair ate lollinear with 0 , and 
that their related tangents —of the type ff,., 7 ^} — intersect somewhere on the 
harmonic polar %of0. 

Arts. For the sake of brevity we sliall now iutroiluce the following 
notations : — 

S\M 6’“|-3xx^”l”3x^ 

= (a+3x) x^+2 (A-l-iX^) [-(6 i x<^)y^+2gx+2p+e 

and Txajf+X_y. ... ... ... ... ( 11 ) 

Accoidingly, the ct) nation of the original eubic /“, vi/., 

h.y — x** ... ... (Ill) 

can be alternatively put in the form 

... ... .. (IV) 

It is liardly necessary to mention that, inlciprcled guometiiLalJy, tlic 
equation 

6 ’x - 0... ... ... (V) 

deliues, for vaiying values of the parameter X, a family ot conics of 
double osculation, whilst the equation 

Tx - 0 ... ... {VI) 

defines the pencil of coriesponding choids ol (double) osculation, 
(passing, of course, thiougb the point ofinllexion 0 ) 

If we now select tltrcc arbitrary conics of the system (V ) by as- 
cribing three ar 6 tfrar>> values (say, Xi, X*, X,) to x, wc can rc-write 
(III) in each of the tluree symbolic forms: 

(r~l,2yS). ...» (VII) 

If, then, I, my n denote the constants 

Xj — Xj, Xs — Xi, Xi“-Xj 

respectively, the three equations of the type (VII) are easily seen to 
lead to the following irrational form (of T), viz., 

I m , Sxi^+ « .»0. ... (VIII) 

A4IM-4 
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The net result is that the equation of a bieurstd cubic r can be repretenUd in 
the ^mbolic irrational form {VIIl), provided that i9xi> S\i are an arbitreuy 
triad of cognate conics of double osculation^ {bdongu^ to any one of the nine 
^sterns). 

We may remark in passing that the conics (5xi» S}^) of 

(VXII) may, as a special case, consist of 

(i) the three cognate sextactic conics included in the system l^xl 

or (li) any three of the four pairs of tangents 

((u 9i)) (it) 9s)> ({a> ni)» Sind (I4, 94), 

drawn respectively to Tat the four pairs of inflexions, collinear with 
the (inflexion) 0 (Art. 2). 

Finally, let us select (at random) two cognate conics of double 
ossculation 6\j, and then describe an arbitrary conic U through their 
(four) points of intersection. So we may write 

+k. 5xa. 

where k is an arbitrary parameter. 

There is no difflculty in re-writing the equation (III) of Tin the 
mo;}ifled form: 

(1+*) x»+y [3 U+k)^)x*^'i (Xi*+kx,*) xy+ (xi"+A:xt»)/-f/]-0. 
Interpreting tiiis equation geometrically, we come to conclude that, \f 
S)lit'and S\i be any two cognate conics of doable osculation of a given bicursal 
cubic r, an arbitrary conic U, drawn through the four points of intersection 
{real or imaginary ) of j'x, must cut Cat six points^ collinear in pairs with 
the related point of inflexion. , 

In the next article we shall refer to certain loci and envdopes, 
c<mnectedL,with a family of cognate conics of double osculation, viz., 
15x1. 

Art* 4. Scrutinising the point-equation of {5x1 as well as its tan- 
gential equation, one can easily verify that Chades* characteristics (|t,9) 
for tlfe system are given bv 

|4-3 and r»4 
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This corroborates the results, (arrived at in Art, 2) viz., that {5^} 
contains, within its fold, parabolas and three rectangular hyper- 
bolas. 

Now the centre-locus (o) of {iSx} — ^whirh can be anticipated to be 
a curve of degree v (i»e., 4) — is easily obtained in the form : 

1 , , 0 , hx-\-hv-\J , 0 -0. 

0 , , 5 * , 0 , h\+by+j ' 

1 , 3 x , ax-\-hy->rg , 0,0 

0 , , 3* , a*+/y'+^ , 0 

0 , 0 , ly , 3jf , ax-\-hy-\-g 

By a' priori reasoning one can easily substantiate the following 
statements concerning the quartic o - 

(i) that the four asymptotes of o are parallel respectively to 
the axes of the four parabolas, included in the family 

and (ii) that the four points of intersection cf q with the har- 

monic polar 5 (of 0 ), viz., 

are precisely the points of intersection of the four paits of 
inflexional tangents, symbolised as 

(ii» ni)* (is* ys)* (ii> y®) and (I 4 , y*) in Art. 2. 

Next the envelope of the asymptotes of {Sx} fan, without much 
difficulty, be shewn to be a curve of the 14th class, touching the eight 
inflexional tangents (just mentioned) and having the line at infinity 
for a multiple tangent. ^ 

Furthermore the locus of the foci of {iJx} can be identified as a 
curve of the 12 th degree, confocal voith the original cubic T . 

Interested readers may, at their discretion, investigate other4oci 
and envelopes, intrinsically related to a family of conia of double 
osculation. 
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Section 11 


{Invariants, covariants and contravariants of special triads of cognate conics 

of double osculation) 

I 

Art. 5. -Starting with a bicursal cubic /*, let us, as before, take 
one of the nine points of inflexion as the origin 0 of Cartesian axes, 
and represent (after the manner of Art. 2) the associated family of 
conics of double osculation in the compact form : 

i.c.,{ai-3kr)x* }-2(A t-M^_,>+(A+Xr«)/+2gx+2j^H r-O, ) ’ * ' 
it being postulated that is a variable parameter. 

Let us now select an arbitrary triad of conics of the system, viz., 

'^XS> . (11) 

by ascribing arbitrary values Aj, A*, As to the parameter. 

In connection with (II), we shall introduce the three notations : 
^a) M (iSxi> *Sxj, 

^b) J Sy^, 5xa), 
and (c) <t> (iS'xj, Sxf) 

to denote respectively the Af>in variant^, the Jacobian covariant** and 
the cubic contravariant’. 


1. I'he Af-mvariant of thier ternary quadratics U, V, tV is the simplett 
rational function of the co^efficients, which, equated to rero, determines the condi« 
tlon for the expression 

Pi^+Pi^^+Pe^'^ 

to be rpnd^red a perfect square by an appropriate choice of the constants /a* 


2. As is welhknown, the Jacoblan-covariant is the locus of a point, whose 
pjlars^. r. t, the three cwiics are concurrent. 

3t tThe cubic oontravariant of three rentes is the simplest function of the line* 
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Deferring for the present the discussion of [b) and (c) let us now 
concentrate our attention upon {a). 


Employing the standard method of Higher Algebta, wc can 
verify without much ti cubic that the Af-invai iant, attaching to (ID, 
is identical (save as to a multiplicative constant) with the determinant 
A+cXi’ , A+cxf , .4+fX,’ 

//- \c , //-?/ A/ , A," 

provided, of course, that the i ediindant la( loi 


IS omitted. 


(A2~A-jnA8~Axy (Ai Aj) 


Accordingly we may m all fairness set 
bd (i^xi rA,®, A ^ A f rA,* 

B 1 IrAj, B I leXj , B \ l^A, 

H—}(Xi\ Il—icxf, II~^(X\ 

= 3*1 }“2j^(Ai+xa ■l~Aj) -|-.BfxjA5+AjAi+xiAa) 

Our next objective is to charat tense gcomcti icall> the triad of conus 
(II), qualified by the condition. 

■^(‘S'xi* *^Xi> *^Xs^ \ j'y 

i.e., 3.4 -j“2Zf (Aid"Aj')-Aj)d"Zl (A2A9-4"A9A, ■l-AxA2)'l“3cAiAgA3 ~0 ■» 

To that end it is necessary to attend to the following obvious facts; — 
(i) that the harmonic polar {%) of the inflexion 0, viz., 

lsgx-\fy-\-c 0 

represents the common polar line of 0 w r.t. all conits of the 
system {5xr} —not excepting Sxx» -^xt, Sxti 
and (ii) that the equation of the paii of tangents, drawn fioin 
0 to S\^ is 

(5+3cAr) (//-fcAx*) *^-h(^+^ArV =0 (V) 



coordinates (/, m, »), which must vanish in order that the line may cut the conics 
in pain of points in involution.. (Cf. Saimon’sCiMic Sectwns (1911), Arts, 388 (b) 
ntd 389 (a). 
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Suppose now (as shewn in the annexed figure) that the harmonic 
polar (5) intersects the three conics respectively at the three 

point-pairs; Q,i), (P„ (is^, (P„ 4-»)- (VI) 



Then, because of (i), the three line-pairs viz , 

{OPx,0(l^), (OP„ Oa,) and (0/*a. 0(i,) (VII) 

arc respectively the three pairs of tangents, drawn fromO tOiSxi, 5x*,5xj. 
Hence by (ii), the three line-pairs are represented by the Cartesian 
equation (V), viz., 

(5-1-3 rAr)«*-2(/f-|cAr‘)^.y+(^+fV)y-0, (VIII) 

provided that r is allowed to run through the values 1, 2, 3. 

Kt is now a pleasant job to verify that the assumed relation 

(iVj— which is the same as 

, A+ciit* 1-0 (IX) 

54'3cAj , 5+3rXj , 5+3cX3 

signifies geometrically that the three line-pairs (VII), defined analyti- 
cally b)r (VI 11), belong to the same involution, — or, what is the same 
thin^^hat the three point-pairs (VI) make up an involution. 
If, theq, (I, M) be the two Jocal points of the point-involution (VI), 
the lin^ [OL, OM) must be the two Joeal lines of the line-involution 
(VII). 
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Furthermore the three point-pairs (P^, fPj, < 2 , 2 ) (P,, (is) 

being each harmonically conjugate with the two foci (Z, A/), it follows 
that the polars of the three points : 

Ft. F,. P„ 

with respect to any one of the three conics iS^i, ■S'xn pass respectively 
through the three points: 

Q-i> Q.a» 

and vice versa. If we now pay heed to (i), we arc led to infer that the 
triangle OLM is self-conjugatf with respect to eacli of the thiee conics 
'S'xii •S’xsj Thus the I elation (IV) or (IX) affirms the existence of a 
triangle, self-conjugate to all the three conics. 

Further reference to Analytical Projective Geometry makes it 
clear that, subject to any of the equivalent relations (IV), (IX), 
the two focal lines (^, ij) — i e., (OZ, OM) — of the line-involution 
formed by (VII) are representable in the Cartesian form : 

3Af**l“2 (Ai*hAj"t~A,) A^'j-(AfX,'j“AsAt~|~AiA2)_y'‘* 0* (^) 

A more direct method of confirming this result is to verify (by I'^emen- 
tary Analytical Geometry) that the expanded iovva. of the relation 

Af (5x1, 5x,. Su) -0, 

viz, 3i4-t-2^f(Ai 1 -Ai+Xj)+'5 (A 2 A,+A.Ai+AiA 2 ) |-3r AiAjAj*» 0 
is interpre table as the necessary and sufficient condition that 
each of the three line-pairs (VII) represented by (VIII) may be 
Itarmonically conjugate with the line-pair (X). 

The geometrical interpretation of (IV) being thus almost com- 
plete, we may summarise our conclusions as under : — 

The invariant relation : , 

* Af (5xx> 5x1, A’xs) **0 

represents the necessary and sujficient condition* for the three conics of double 
osculation viz., 5xi» S)^, S)^ to possess a common self-conjugate triangle L. 

* We may remark incidentally that the possession of a common self-conjugate 

triangle fay three conics implies, in general, three distinct conditions, whereas the 
vaoiahiag of their ilf*iavariant amounts to a single condition. So it stands to reason 
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Further the aforesaid condition being fulfilhd, the sides (f, 9 , t) oftha iriangie 
A are given by the Carte nan equations: 

and 3iT|E3A;*+2 (Xi, f-Xa+Xa) Ay+CAiXa+AoXi+XiA*) 

Before we finish this article we shall utilise a familiar lemma of 
Analytical Greometry that the Jacobian of three conics, possessing a 
common self-conjugate triangle A , is a (i(irg«n«rafe cubic, composed of 
three right lines, which are none other than the sides of A Applying 
this lemma in the above context we are at once driven to the conclu- 
sion that, when the Af-invariant of iS^i, iSxg, vanishes, the three conics 
must have a common self-conjugate triangle, whose sides (£, 9 ,^), taken 
together, constitute the degenerate Jacobian curve J (fxx, iSxi> 

A direct proof of this result will be one among mhny items oi 
business to be disposed of in the next article. 

Art, 6 .— We shall now deal witli the Jacobian curve J(5?xi» 
mentioned in {b) of Art. 5. By the traditional method of Differential 
Calculus, the Jacobian of three arbitrary conics (of double osculation) 


that tlie M-invoriAnt vanishes fur a triad oi conics endowed with a eommon seli- 
conjugate triangle, but that the converse is not true undet normal circumstances, in 
other words, three comes, having a zm Af-invanant, may or may not have a common 
self-conjugate triangle In fact, the possession of a common self-conjugate triangle by 
a triad of conics, qualified by a zero M-invanant, must be regarded as aeetdental 
rather tb in natural. 

It IS hardly necessary to point out that the triad of conics, consldeied as 
above, belongs to a specul cat^ory. As a matter of fact two out of the three con- 
ditions— ordinarily needed to ensure the existence ofaeelf-polarjtriangle- hate 
been automatically fulfilled by S\f, 5xa> because of their being cognate conics oi 
double osculation of a cubic. The third condition, which has yet to be fulfilled and 
whidi is practically the only condition that counts, is 

^ (^^ai 5xs» 

This cxplabs why and how this single condition is not only necessary but 
also suflScient for the three conics to have a common sdf-conjugate triangle. 
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v|s.i Skit S\M is readily obtained in the form : 
(fl+3Xi)*+(A+tXi*)j»+^, (A+iXi*)jf+(A+x»*)j'+/. gx+fj+c ”0, 
(<»+3ji,)Jt + (A+IV);'+«» (A+i>i')*+(A+A*“)j'4-/. AX+Zj'+f , 
(<i-f?X»);f + (A+|As*)j'+^. (A4-|Aa*)^ + (A4-A,*) v+f gx+fj^+c 
which can be put in the form : 



[Sx^. 

1 x/| -{-2xy |1 X, X/ 

+y 1 x,’ 1 



1 Xa Xa* 1 Xa Xa" 

1 x,« x,» 


1 

1 ^s ^s*l 1 ^s ^s* 

1 

1. •, igx-ify+e) 1 

3Af*+ 2 +XiX|)>*| 


tt4*t £f*f ^ 0» 

wiiere the three lines (, (| have the same ugniiir.ince as in Art. 5. 

That the harmonic polar ^ should form part of the Jacobian cubic is 
a foregone conclusion, considering that the line ^ is the common 
polar of a certain point (viz , 0) w. r. t. the three conics Sy^ 

and that reciprocallv the ptolars of ai^y point on ( w.r.t S\u Sxn, Syg 
are c incurrent, (the point of concurrence being 0). 

.Thus the verification of the result, promised in the concluding 
portion of the previous article, is now complete ; nay, we have proved 
something more. For, the above result has nothing to do with the 
evanescence or non-evanescence of the Af*in variant; in other words 
^Ku ^xi> <^xs ntsy be three perfectly arbitrary conics selected out of the 
system For the sake of clarity, we may finalise our result In the 

following manner : 

PTo matter the M-itaariant oiz-t 

^ ('^xi* •5’xt» •^xs) 

it or it ml gerot the order*tuHc n’<., 

J(Sxi.5xs,5xs)-0. 

mpt^tttei wUk three eognate eonkt of tbuble osculaikn oiz.t 
Skp ^xi ‘Sxsi it ptrmnenty an imptbM fiihk eorve, composed if the theee 
liwtt t <1 f h 

a46-4>S 



132 


Halidas Baochi 


And 3fija3x*+2(Ai-fA|+A3) Jf)'+(A 9 X 8 +x,Xi+AiA,y- 0 . 

Th$ special ftalurt, attaching to the triad of comes (S\i, S\t, <Sixft)» restricted hy 
the eo'tdition 

^ {S\it 5xfc •S'xa) “0 

is that the three conHituent lines (i, 9 , ^ the Jacobian make up a triangle, 

self-coryugate with respect to the three corner. 

As an illustration of the afore-mentioned proposition let us 
consider the triad of six-pointic conics, included in the system {5x}, 

Referring to (V) of case i (Art. 2), we note that, if 5xi» •S'xi* fi'xa 
denote the three sextactic conics of the family {iSx}, Aj, A,, Ag must 
be the three roots of the cubic ; ^ 

cA»+5A*-l-2/fA-f^ - 0 , 

so that 

D A 

— gf ^ ^nd AiAjAs* — — . 

Hence, by ( III ) of Ait. 5, 

M’ (Sx,, Sx, Sx,)-3il 4-2HX ( - f ) ^ 3 X ^ +3^ (-4^) -0. 

Alw the joint equation of ({, 9 ), -viz,, (X) of Art. 5— simplifies to 

3x:*+2(— 

i. e,, 3cx *— 2 Bxy 4 * 2 ^^=» 0 . 

Joining this special result to the other more general results 
prot^ed heretofore, we can formulate our final conclusions in die 
foUi^ing garb:— 

e 

I T/k mcessasj tmd snffident eandSHan Jar three cognate conks of douhte 
ossall^n S^) to cUm a common sdfcoig'ugate triemfU is 
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tkat their M~inoariant should vanish, i. e., that the par am Ires Xi, Xy, X,, should 
conform to the relation: 

3^+2//(Xi-|-Xg -j-X*) (XtXa+XsXj-l- X|Xg^ +3fX|XgX3“»0. 

Subject to this condition, the sides of the common self-conjugate triangle are 
simply the three right lines {i, if, % ) which constitute the degenerate Jacobian r 
curve 

J {Sw, •S'xg) •S'A3)“"0» 

so that the equations of the three lines are 

^ — gx+fy\-c=^Q 

and 3ii|E3** +2( Xj+Xj+Xb ) xy "|■(x^Xa,+XJX^+XIX 3 )J»“— 0. 

A remarkably special triad of conics of the above description is that composed 
of the three sextactic conics, which belong to the system and whose parameters 
Xi, Xg, Xg are the three roots of the cubic in X, viz., 

cx" +Bx^+2Hx+A^Q. 

Furthermore the common self-conjugate triangle of these three {sextactic) 
conics is formed by the harmonic polai : 

^=gx+fy¥c=0, 
and the line-pair {I, if) given by 

3cif,m3cx*-Wxy+2Hy 

Art, 7. — We shall now oder general criticism on an arbitrary triad of 
conics of double osculation. 

General reasoning shews that four conditions have to be satisfied 
in order that a conic may have double osculation with a cubic. So in 
order that three jfirrn conics U, V, IV may^ach have double osculation 
with an undefined cubic (say, 2), 3 x4 or 12 conditions —involving the 
known constants of U, V, W and the nine unknown or disposable constants 
occurring in the analytic structure of 2-^ust be fulfilled. So <me 
can readily surmise that, ui order that three given conics U. V. W may be 
cognate conics tf douUe osculation of a certain cubic (12 — 9,^t e ,3) three condi- 
tions must be satisfied by the conics. This is quite in consonance with the 
result of the previous article, considering that the reduction of the 
(eubic) Jacobian to a triad of right lines is tantaqiotnt to three condi* , 
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tiOdi|«adthtt A becttfewy oondidon tor U^V fV to be cognate cimUat of 
double ofculatlon isthat their Jacobian should break up into three bright 
lines But in ai much as counting of constants or of conditions n not always 
0 safe process, Ur6 have no reason to affirm any thing positively regarding 
the rsMtWf^ecase which accordingly callsfor a special scrutiny Inquisitive 
students may propose to examine how far (if at all) the converse 
propos tion » valid 

Art 8 — ^We shall now conclude this section with a brief ref 
crenoe to the cubic contravanant 

♦(Sxi -Sx* S^,) 

itefttloned at the b gmmng of Art 5 >-whose vanishing ejqnreises the 
criterion t at the right Ime given by the UMmrAnuts {t m r) 
~>'ini therefore by the Cartesian equation ^ 

—may intersect the three conics of double osculation viz , S\i <Sx«> 
m ptiis of points in involution 


By the prescribed method of Analytical Geometry the condition 
m question is easily obtained m the form 



P "(“^Xi 


-0 

(I) 


P *i"3xj a* 

A+fXj*a« 




P "^^xi a* (i”l~xs^* 

i?+fX,"a* 



where 

PmeP-^l gin faa* 

Casern''— r 



(H) 

anid 






By easy manipulations and reductions, (I) can be developed 
iqto the form 


Yhijtiiiidiiediate inference is that the dais cuidc, which hmmaUy enve^ 
Iefp4 thh tet of 10 *^ nghc Unei, cutting an wrbibrarily assigned brlad of 
tohaaqi pairi of pbinu m involution, has, Iti the caie of the apecial 
tHMf •9xs)> bt^ben up into a cprvt of clase orn viz , thb pH* 
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gin (n"* 0), and a cla«<onic2, determined by the tangential equation: 

—2 (Xi+Xj+X») (c/w-fni— gwn+Att*)4-3 (cm*— 2 ^m+A»^)« 0. (Ill) 
An important corollary is that evtry right line, drawn through the curve 
of class zero (viz., the inflexion 0) cuts the series of conics { S\f I in 
paiirk of points in involution, — a result^ admitting of independent 
verification. 

For the triad of conics {S\u ^xt> ■^xs)) qualified by the condition : 

bt (*5x1, •Sxa)“0 (IV) 

the cla88*conic S can be easily shewn to reduce to a pair of points, so 
that the class-cubic, defined by the cubic contravariant, is compounded 
of three points (i.e., three curves of class zero). A moment’s reflection 
leads to the conclusion that the triangle, formed by these points, is 
none other than the common selfconjugate triangle, proved to exist for 
the triad of conics under the condition (IV) (See Art. 5). 

Secttion 111 

{Canonical forms of triads of conics Sxi, •S’xa, having a zero 

Ai-inoariant) 

Art. 9.— -Suppose as before that Sxi, Sxm, and i&x 9 ,are three cognate 
conics of double osculation, having a zero Af-invariant and therefore 
conforming to the relations : 

^(’^Xii'^xtJ '^xa)®3d"i-2^f(Xi+X+Xj)"|-3(X|Xj i XjXj hXiX|)+3cXiAj\3 

=0. ... (Ij 

Then, as shewn in Art. 6, the three conics must have a common self- 
conjugate triangle, whose sides C) i given by 

... ( 1 ) 

and 3^93x*-)-2(X)+X|-|-X9) xy- 4 ‘(X|X»-i-x>i-|-XiXg)>*- 0 ( 2 ) 

^lanifestly» then, if the individual equations of the lines y i^pasring 
throng 0) be written as 

fax— pjfatQ and ysx— ^-*0, (3) 

then tniMt be th^ two roots of the quadratic in t, \ iz. 

' S<* 4*Sl(Xj4'X|*+*Xa) / (XgXs-f’XfXi'J-XiX^ ■=‘0, ... (4) 
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|i+v 1 (Xi-|-X*+Xa), 1 yij\ 

\ r ••• W/ 

and } (XfX 3 ”l“X 8 Xi~{~AxXg) * 

Recollecting the familiar propotition on a triad of conics, endowed 
with a common self-conjugate triangle, we infer at once that there 
must exist nine numerical constants viz., 

^S* ^8> ^8> 

compatible with the three identities (in x, j>), viz. 



(6) 


... ... (7) 

•5 X3 = ^8^ * + Wall* +nai*. 

(8) 


Replacing i^xi, S\%y iS^xa by their equivalent values (in terms ofx,j>), viz., 
three expressions of the type 

5xra(fl+3x;)x*-h2(A+}Xr“)x^+(ft+Xr*)/+2gx+^-Hc,(r=l,2,3), (9) 
and substituting for f, i|, (; the functional values (in terms otx^y) as pro- 
vided for by (1) and (3), we can readily convert (6), (7), (8) res- 
pectively into three identities of the type: 

(fl-f3Xr)*«-h2(A-i-|Xr*)«y+(A+Xr*)y+2^x+2^+c 
s/,. (x-p^)«4.M^(x-v^)«+«^(gx+j^+c)*, (r-l, 2, 3). ... (10) 

a 

Equating co-efficients of like terms in wc deiivc relations of the 
type: 

! ' 1 

Hf “, •• ••• (l) 

c • 

/j* hWy y ••• ••• j(l0 

c 

••• ••• ••• (iii) 

A 

aod ... ... .•> (iv) 

c 

i . 

(r l^ing as usual allowed to run through the values 1, 2» 3). Obvious- 
ly, the %)uation (i) gives directly, and aaytwo of the other three 
equations via^, (ii), (iiO, (iv) cam be solved linearly ibr /„ 
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Needless to say, the mutual consistency of (ii), (iii), (iv) follows 
/from the fact that the determinant: 

I . . I** 

1 , r , 

3Xr+f-, f-8V. 'i+V' 

vanishes by virtue of (I) and (5). This is as it should be, for the 
coexistence of the canonical forms (6), (7), (8) for 5xi» »* a 

direct consequence of their having a common self-conjugate triangle 
(viz., i, C). 

Now reverting to our former topic, and solving (li), (iii) for 
ntf we derive 

I wm ^ ^ 

* Cr=l,2, 3) (V) 

ft H 

and ^ 

Joining the main results of this article to the proved results of 
the previous articles, we can summarise our conclusions in the under- 
mentioned form: 

The invariant relation 

^ (a^Xii •S'xa, i^xa) * * (^) 

represents the necessary and sufficient condition that the three cognate conics of 
double osculation S\i, Sxt, iS^xs ttdmit of the sinaUtanedus canonical 
forms : 

Sxi^li ^ 

» f 

5xs-/s«*+N9‘+»st*. ^ 

whert C^» 9» C) determinate right lines and {/,}, {at,} and {«»} are 

determiners constants. Looked at from a geosnetricai stan^^oint^ the three Ihus 
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9 , (/om the comma i self -conjugate triangle that the three ctaics must 
possess under the condition (I), whereas the improper cubic curve made ^ of 
the thiee lines is none other than their Jacobian. The actual Cartesian equa- 
tions to the three lines are 

fsx— li^-=0, ri3x—vj-=0 0 

where |i; v are the two roots of the quadratic tn t, vtz- 

3/^-f-2 (Ai-|-X2^ X3)/*]“(AjX3-t‘A3Xi-j-AiXj^ — 0. 


Furthermore the coeffinents 

{/,}, {m,} and 


are given bjy ly 






H-K 



m 

^ — V ’ 

and ’ j 

B. —It is hardly necessary to add that the third coefficient of 

the type {«,} is indepe ident of r, being, as it is, equal to ^ So aj ®=»g =• 

c 

still for the sake of symmetry the notations aj, a^ Ug have been 
retai ed 


Art. 10. —As an illustration of the general proposition of the 
preceding article, let us consider the triad of cognate conics 

h\i, •Vrt) <^X 3 i who>e parameters are known to conform to the relations: 

Xi I'Xj i-As ^ , 

2H* 

fXsXi+XiXi r 

C 

A 

and XiX*x«=— . 

C 

Now by (4) and (5j of Art. 9 we sec that p, r arc the roots of the 
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quadratic in viz. 


3r/*--2J?/+2//=0, 


•o that 


n_l_ 2^ 1 

li+r - and 




2H 
' 3f • 


• • • • • • 


t ■ • • • 


and 


Hence (V) of Art. 9 gives 


Now by (2) 


W 

'IH 

” ”3f • 

'+3? 

, 2B 

,2/f 


^^Tc 


( 1 ) 

( 2 ) 


( 3 ) 


(4) 


and 


Theic relations follow also from the consideration that r are 
Ihe roots of (I ). 


Hence (3) and (4) simplify to 

/ 3(Xr-f»>V '* 


We may then sum up our nsults aaundcr : — 

The three cognate sextactic conics S\n Sy^ belonging to the ^stem 
can be simultaneous^ represented in the three canonical forms: 



Harioas B vqohi 


tM) 


<S^\f = A f"* +»*r 7* +”r 
. where the CO istanh 

{!,), '“Irl. (»,1 


{f-1.2,3) 


are (leti^rmiiied by 


and 


/ 3 I !>)• * 

^ V-li) ’ 

_^r f-l^)* 2 3) 

1 


anrf /A# three right lines i, if, C ore defined by 

is.v— if2Ex— 1^ = 0 an 1 h^+r 

it being underwood that are the twt roott of the quadratic in t, viz. 

3c/>-25/+2//=0. 


Section IV 

1. Diqresuon on a triid of coiics with a common ^elf-conjugate triangle 

2. Applicatio i to a triad of cognate coma .Vxn A’xa» ‘Vxa* of zero 

M-invariant 

Art. 11 -We know from the Theory of Higher Plane Curves that, in 
general^ a uniquely determinate cubic can be found so as to have three 
arbitrarily assigned conics U, V, W for polar conics. Let us now 
proceed to examine how far this theorem is valid when the three 
conics happen to possess a common self-conjugate triangle (say, A). 
Then on taking A as the fundamental triangle of reference, we may 
express the homogeneous equations of the three conics in the respective 
forms: 

( 1 ) 

K=«j{''+Ajif*4"ri5^ -*0, ... ... .«• (2) 

and M^sflj^-‘+A,if*-|-cj5-*- 0. ... ... ... (3) 

Let 2 represent the cubic, having for its homogeneous equation: 

(4) 

where the parametric constants Ixmin may be arbitrarily chosen. 
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There is no difficulty in shewing that, for any particular set of 
values for l:m:n, the Hessian of 2 is a degenerate cubic cuive composed 
of three right lines (viz., the three sides ^ )> pencil 

of (four) tangents, drawn to 2 from an arbitrary point on its peiipheiy, 
is equi-anharmonic. In point of fact, 2 belongs to a wider class tif cub^c 
curves called ‘equi-ankarmonic' by Hilton.* 


If now P, Ct> ^ denote respectively the three points, whose homo- 
geneous (i.e., proj“Ctive) coordinates arc 


( ^\ £i\ 

V ot’ III, 



tn 




h 

ni 


’ nl. 


it is easy to see that the p jlai conits of P, 0, /? w. i. t. the cubic 2 
arc respectively identical with the three original conics Z/, V, IT 
defined by (1), (2;, (3). 


If, for a given triad of conics Z7, V, W, we go on varying the 
ratios l:m:n, the cubic 2 and the triad of points P, Q,> ^ will also vary, 
but, then, the geometrical property, established as above, will continue 
to hold good. 

Thus, whereas three assigned conics Z7, V, W arc, in general, poiar 
conics of three determinate points P, Q^, R w. r. t. a determinate cubic 
curve 2, the numbers ofsuchcubics and also of the correlated triad 
of points (P, Q,, R} will become twofold infinity in the particular case, 
when U, V, W have a common self-conjugate triai^le. fTo be precise, 
three conics having a common self conjugate triangle ABC can be designated at 
polar conics, bilongingto any one of a family of ao* equi-anharmonic cubut, 
which have, for their common Hessian, the degenerate cubic made up of the three 
linos {BC, CA, AB). 


•See Hilton's ''Plane Algebraic Curvet" ^1920), P 238, Ex. 6. 
fRegard being had to the fact that the M-in variant vanishes for the triad of 
conics (LT, V, IV), possessing a common self-conjugate triangle, it is crystal-clear 
that Dr. Salmon’s remark ["Conic Sections" (1911), Art. 389 (c) ] viz., "If the 
invariant Af vanishas, an inception oceurs and the conus cannot all be derived from the same 
cubic,** does not seem to fit in with established facts. 
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Art. 12.— We can now leadily apply the results of the foregoing 
article to a triad of conics of double osculation (i^xi> ^xs* )> belong- 
ing to a given cubic and possessing a zero M-invaiiant. 

As shewn in Sec. Ill, the triad of conics will then have a com- 
mon self-conjugate triangle (say, A) and their equations, 

referred to A, will assume the respective forms: 

A’xs=/8«*+Wsn“4-»,C“=0, (I) 

and AxsS 

the coefficients 

(/j, tWj, Wj, /j, BI2, W2, IW3, //j) 

being defined by (V) of Art. 9. 

Let 2 denote the cubic 

/&f’+<77“+rC»-0. (II) 

where the coefficients p'.q'.r are arbitrary. 

It is a tane affair to verify that the three conics >S^xi> >Vxs> 
given by (I), are respcctuely the polar conics of the three points, 
whose homogeneous or projectise coordinates are 


(ll Wj \ 

/ «2 \ 

and i i 

ffa \ 


\fi ' q ' rj 

\ p » 

q' r 1 


with respect to the cubic2. 

It is needless to point out tliat, when the parameters p.,q, r, arc 
allowed to vaiy, the equation (II) will define a family of 00 * equi- 
Rnharmonic cubics, any one of which will have the given conics 
(iS'xi, S\%, .S’xs) fot a triad of polar conics. 

Of course the above result holds good even when iS'A), •S’A«, 
are a triad of cognate sextacUe conics. 
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Parts V & VI] SECTION A [Vou 17 

ON THE bending OF AN ELUPTIG PLATE UNDER 
CERTAIN DISTRIBUTIONS OF LOAD. (H)* 

H. M. Sfngupta 

(Communicated by Prof. N. M. Basu, D.Sc.) 

(Received Feb 28, 1948 ) 

In the present paper the author proposes to determine the 
deflexion of the central plane of a thin elliptic plate made of isotropic 
elastic material, clamped at the edge under the action of a load of 
weight W distributed uniformly over a half of the plate bounded by 
cither of the principal axes 

Let the bounding ellipse of the central plane ot theplatc be given 

i » 

If we introduce elliptic co-ordinates by the transformation 
x+y)=ccosh(f-i-n7). (c>0) 

We have 

x->rcos^fcosi) 

j>=csinhfsini^ 

Then f =» const, and rj const, give a family of confocal ellipses 
and hyperbolas cutting each other at right angles. In particular f = e 
would represent the boundary, provided 

a-ircosha and ^^rsinha. 

*Thu fornu a part of a thesis approved for the award of the Ph. D. degree 
of the University of Dacca. A few verbal and explanatory changes have been noade 
here mid there 
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We shall consider two cases. 

Case I. 

We shall first assume that the semi-ellipse 

0<^<o 
K ^ It 
2 

is subjected uniformly to the load of wtight W while the other hall is 
free from pressure. , 

The pressure at any point ol the semi-ellipse <o; 

— Y< V <y then given by 

If we take the plate to be of thickness 2h' the deflexion u should 
satisfy the differential equation 

DV*w=^p 

JT TT 2 Eth^^ 

in the semi-ellipse 0< f<a and — j-< rj <y (where -O = fnp » ^ 

and «r being the Young’s Modulus aiid Poissou’s ratio respectively of the 
isotropic elastic material of which the plate is made.) 
and Vj^w^iO in the semi-ellipse. 

0!^^<a 
jr ^ 3it 

Also it must satisfy the boundary conditions. 

a/— ==0 over f =a. 

Further the stresses must be continuous throughout the plate 
including the boundary. 

Here we take the positive direction of the .;-axis in the direction 
towards which the weight acts. 

Case II. Next we suppose that the semi-ellipse 

0 < ^ <a 
0 <71 <ic 


ii subjected to the load. 
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If we denote the corresponding deflexion by w we must have 

D =p 


m the semi'cllipse 

0 < (<a 
0 <ij <ir 

and 7^*0; =0 

m the semi ellipse 0<$<a, it<T}<2‘it 

The stresses arising out of u must be continuous throughout the plate 

including the boundary 

Also w must satisfy the conditions 


Zw 



0 over f— a 


The problems in hand will be solved by combming the solutions 
of two known problems Of these one is simple and its solutitm is 
well known The other is obtimed by a slight modification of the 
solution of the problem of the bending of a thin semi elliptic plate 
under uniform pressure where the elliptic boundary is clamped and the 
straight boundary (which may cither be the minor axis or the major 
axis) is freely supported This 1 itter problem was solved by Prof 
Galerkin* 


The deflexion of the central plane of a dun elliptic plate with 
clamped edge under the action of a uniform pressure ^p at a poiht is 
gi%en by 



On the other hand Prof Galerkin shows that the deflexion of the 
central plane of a semi elliptic plate given by 0< ^ ^ , —ir/Z < <ir/2 
whose elliptic boundary is clamped, and the straight boundary is freely 


fii 3 G lerkia,— -Meffeager of Mathematic* Vol LII (1923) pp 99» 

**Elasticity by Love page 484 (Fourth edition) 

The result m due of f^of G H. Bryan 
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supported under uniform pressure ip is given by 

w, =» £(3-4-4 cosh 4-cosh 4|) (3 -4-4 cos 217 fcos4i7) 

-f- (Aficoshf -f-^icosh 3 ^) cos 7 } 

+ S 1 ^^^cosh (2n— 3) f 4-A^_i cosh (2w— 1 ) f 

fW \ 

-f--^an-iCOsh (2T}-f l)f|cos (2«— 1 )tj . . . (2)t 

where £-2 q^2J[) 

We ran easily verify that the series for formally satishes the differ- 
ential equation 

DV^*w,=\p 

. * • TT AT 

at every point of the semi-ellipse 0:C. — 2 <’?< "5 excepting at 

the focus f = 0, 1} = 0. 

The conditions for supported edge along the minor axis (x=0or 1/ — 
±ff/2) are 

w,=0 and f7=*0 

where G is the expression for flexural couple arising out of u's* 

It is easy to show that the above conditions reduce to 
u;9=0 and 

over 77=»ir/2 and 7)— —it 12 . And both these are formally satisfied by the 
series for over the minor axis. 

The conditions for supported edge along the major axis may be 
shown to be 

w —0 and g^a-=0 over 1?— 0, and ri—n 
and a>“0 and «-0 over ( 0 <ij<ir) 

fProf. Galerkin uses a slightly different but essentially the same form for the 
bihaimonic part of t'leaboiT express.on. 

yidt—B. G. Galerkin — Messenger of Mathematics — ^Vol. 52 (1923) p. 106. 
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Also remembering that* 


/(’?)“ 

where 


768 g (-)»+ ^cos( 2 h- 1)7> 

IT n-i(2n— 5)(2m-3)(2«-1)(2«+1)(2k+3) 


/(’?) — 3 + 1 cos 27 j+ cos4ij for — 7r/2 ^17 <ir/2 
and f{7j) = — (3-j-4 coi 2i7-l-cos 4iy) for 3r/2 ^ ii'liZn}'!. 

The conditions =0 over ^ =a are satisfied by the follow- 

ing values of A’v and 

t,(,inh4a+2,mh2.) - *^“'* 3 . (3) 

4,{iinh4a+2sinh2a) (4) 

i . i . d. 0 

A'j„_i(sinh4ffa-f 2nsinli 2a) 

“■^9n_3{2sinh (4n — 2)o-| (2 b — 1) sinh 4a) 

__ ( - j" ' "jq(2«-3^inh(2Bj4 2)a f (2 b-{ 5)dnh 2 b a) 
(2 b-5)(2b-3)(?b-I)(2b+1)(2b+ 3) 
4Ba-f2nsinh 2a) 

=*-<4sB-3{’*>‘'b(4B— 4)o \ (2fl— 2')sinh2a} 

, (-)«^"A'{2n-5)sinh2na4-(2B+^sinli (2n-2'a} 

(2n-5)(2B-3)(2B-l)(2n-l-l)(2B-f3) ' ' 

where A' 3072Zrosh”a f>c*co''h* a 
ff ~ 

Prof. Galerkin merely states that the equations obtiined from the 
boundary conditions can be solved. 


We may now assert that the function Wg defined by 
Wj ^ Z ( 3 -h 4 cosh 2^ -fcosh 4f) (3 4- 4 c 08 2»j +COS 41}) 

-4-^^iCosh^-|-44iCO h3i})cosi} 

Xcos(2n — l)i} (7) 

• Prof. B» G. Galerkin— The Messenger of Mathematics Vol LII (1 923) p. 107. 
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m the Tegiono^i-^a,— 2 ^V ^2 

aud «8 = — 7(3 f4cosh2^4-cosh4f)(3+4cos2i?+cos4iy) 

4-(AriCosh f 4-y4i cosh 3f) cos ij 

+^|i4an iCosh(2n— 3)f+A:2„ icosh (2n— l)f4--4a„ i cosh (2«+l)f| 

Xcos(2ii— l)i^ (8) 

m the region 0^^ o- , j '^''^2 

w th the same values for L and A:*Jand A*s formally satisfies the 
equations 

excepting at the focus f — 0, ij 0 
dndDVj^u^ ~lpm0 i 

excepting at the fo us f 0,7} n 

0 t 

Also the bjundiry conditions 1 / 8 0 

are formally satisfied over the elliptic bo mdary ( a 

We now consider the function 

= t9 

The function w formally satisfaes the differential equation 
DVxW=p, at everv point of the region 
0 f < o -- ff/2<‘»j<ir/2 
exceptmg at the focus f —0, tj =0 

It formally satisfies the equation 

IV =0 at every point of the region 
0 < f < a , tr/2 < < 3ir/2 

excepting at the focus 
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Also it formally satisfies the conditions 

A a 

=Oovcr e=»o 

V being the direction of the inward drawn normal to the edge line f -=a 
w is therefore expected to represent the deflexion of the central 
place of a thin elliptic plate clamped along the edge ^=ia canying a 
load of weight w spread uniformly over the semi-ellipse 

0 |<a; — rr/2<ij<7r/2. 


We have now to consider convergence of the series giving the 
deflexion of the elliptic plate. 

Wi stands for 



which is necessarily finite and continuous throughout the elliptic plate. 
It possesses finite and continuous partial deiivatives of all ordcis witli 
respect to x and y and aLo mixed derivatives. In £ict derivatives 

of order higher than 4 arc all zero and D* Wj = g • Again 


Z.(3-l-4 cosh 2f-i-cosh4^) X (3-1-4 cos 2ij-l-cos4ij) 


G4Lx* 


( 10 ) 


Denoting this part by / and the series 
(Ai cosh i+Ai cosh 3f) cos 17 


CO 


2 {^n-scosh (2«--3)|-l-A;j„.iCOsh (2«— 1) f 


n«a 


-l-il,,.iCosh (2«+l)^'}cos (2«— 1)17 


hyF. 


The deflexion may be written as 

W’mWl'^f+F 


(11) 
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in region I i.c., the part of the plate for which 0 and 

/+F 

in region II in the part of the plate for which x <!0. 

Now the function 

for ;c > 0 

and 1 ^ -= -/ for * < 0 

is evidently continuous at x = 0. 

Partial derivatives of ^ with respect to aie 
derivatives upto the third order of ip with respect to 
throughout. While the partial derivative of p of the fourth order with 
respect is x has a discontinuty at x=0. In fact 

3"^_24 x 64 L 
dx* c* 


all zero. Partial 
X are continuous 


and 


so 


and 


dx* c* 

DV\p- for x>0 


D p for x< 0 . 

It follows also that contributions to stress resultants and stress 
couples due to this part of the deflexion function are finite and corti- 
nuous throughout the elliptic plate. Moreover they vanish over the 
minor axis* 

Putting sinh 4naH-2nsinh 2a we have from the recurrence 

formulae obtained in the previous section 

. sinh 2a 




1. 1.3*5 


A f t f r sinh4a sinh2a1 

^s/a -A/i A [ j 35 7 1.1.3.5J 

^ j‘ 4 r , v \ sirrh 6a . sinh 4a 1 

+ , 3.5:7 J 

A f ^ 4 c '5**^ 8a , sinh 6a 1 

[5^79711 +-3.5X9 J 

••• ••• vaa 

^n-i/sfl-i =^sn-s/an-8+ (— )"+'A' [^2n— 3)(T«^X(2n+T)(2»+3) 

sinh2(n— l)a 

“^(2»i-5)(2n-3)(2«~l)(2«+l) 
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Adding 

. j. (—)“+' Jr'inh2ra 

” ( 2n-3) C2«- 1 ) (2fi 1- 1 ) t^n+S) 
giving a neat formula for the value of 

(_)«+! A*sinh2ffa 

w«, ^*n-i“^2/t-3)(2n-l)(2n+l)(2« + 3)/.„_,* 

Now, since o>0, 

=“sinh 4na-f< 2n!»inh 2a>sinh 4«a>0. 

So, we can show that 

Min-il< (2n_3) (2/i — 1 )(2n+ l)(2n+3) 

for n>2. 


(13) 


(14) 


Also since 

*8n-i/tn-i“ —^111-9(2 sinh(4«—2)a+(2»—l)8inh 4a} 

Ar(— ■)**“' {(2n— 3) sinh (2n4-2)a+(2n+5) sinh 2iia} 

(2« -5) (.2n -3) C2« - 1 ) (2n+ 0 (2«-f3) * 

We can without difficulty show that 

l^anMK^2,i-5)(2n— 3)(2n— l)(2n+l) 
for sufficiently large r, where c is a positive constant independent of r* 
Now, take the series 

^i"2 co8h(2R— 1)^ cos (2n— l)iy 

flWl 

we have 

I ^mr-iCQ3h(2n— l)f co8(2r— i)iy | 

< J^w-il cosh (2n- 1)1^1 

^ G e'“ ^ 

^ (l«--5) (2«-3 ) (2 r- I )(2n+ 1 ) 

&r sufficiently large n* 



152 


H. M. Senoupta 


The series therefore converges absolutely and uniformly for all -q 
and all (such that — 


It the efoi'c con\e bsjlutcly and uniformly in both the vari- 
able! i and q, t tioa^bo it the elliptic plate including the boundary 
|«ct. the sum of the series is theiefoie continuous throughout 


the plate including the boundary. 


Also it is easy to see that 



obtained by term-by-term differentiation of the seiies for Fj, for the 
differentiated series is likewise absolutely and uniformly convergent 


throughout the elliptic plate inlcudinj the boundary. 


iF,. 

-^is moreover 


continuous throughout the plate including the boundary. 


Take 




/4*B-8Cofo (2»— 3)f cos (2«— l)iy. 


Now, I (2«— 3)fco8(2n— l)ii | 

< I I cosh (2«— 3)f 

/rcosh(2n-3)^ 

^ (2«-5)(2«-3J(2»-1K-^«+1K"® 

^ (2n— 5)(2n-3)t2»— l)^2«-hl;<"“* 

foj. sufficiently 

• ^(•2n~i)j(2«~3)(2n-lj(2n+l) large n. 



cosh(2n— 3)f cos (2«— l)ij is 


therefore absolutely and 


unifOTmly convergent for all q and all ^ such that [^<a. The sum 
Fs therefore is continuous throughout die plate including the bound- 

ary. Also -yg* is obtained by-term-by term differentiation, for the 

differentiated series is absolutely and uniformly convergent throughout 
die plate including the boundary. 
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The same remark applies to the series 

^8=2 i 4 ,;,_iro 8 h( 2 n— l)fcos (2n l)i^ 

riPii 

The value ol F=F■^^^\-F^-\-F^ and also for f=o is therefore 

obt lined by putting in the series for F and the series for 
9 F 

^ respectively. This justifies the method by which the values 

of the constants k'% and il’s were obtained. It is plain that deri- 
vatives of F of all orders in f and 17 cin be had by formal term-by-term 
diffirentiation of the series for F at all points in the interior of the 
ellipse f =a Partial derivatives with respect to f and upto the 
second order can be had by formal term-by-term differentiation at all 
points of the elliptic plate including the boundary. 

Following the plan adopted in a previous note, we can easily 
show that 


co8h(2«— 1) ^cos(2«— l)ij 
is equal to the real part of the scries 

2 A|n-a^sn-i(^} 

H-X 

where {z) is some polynomial of degree (2 b— 1). 

The series 2 cosh (2b— l)f COS (2b— l)ij is uniformly convergent 

11 -1 

in any closed region contained within the ellipe^»a, tie region of 
uniform convergence extending upto the boundary of the ellipse* 

The same is true of the series 

2*aii*msinh (2 b— l)^sin(28— l)i^. 

Max 
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So the series 

Hal 

fepxesents an analytic function throughout the interior of the ellipse. 

The derivatives of the function i epresented by 5 Az) can be 

had by term-by-term differentiation throughout the interior of the 
ellipse. Its real part, viz., Pi is plane harmonic throughout the interior 
of the ellipse, i.e., it satisfies the equation 

throughout 0^^<o. 

All partial derivatives of Pi with respect to x and and also mixed 
derivatives exist and arc continuous throughout the interior of the 
plate, thus giving continuous contribution to stress resultants and 
couples in that r^ion. 

The series 

^•+Ps“2 i 4 ||,^cosh( 2 n— 3 )fcos (2«— 1)17 

cosh(2«-Hl^cos (2n— l)ij 

which may be written as 

2if|n-s{cosh (2n+l)f cos (2n— l)i} 

fl"! 

+co8h (2«— l)^cos (2«+l)i;) 
throughout the elliptic plate including the boundary, is the real 
part of the function defined by the series, 

HPl 

where PmU) u some polynomial of degree 2n in 

We eaaUy prove that the serie^if,^^ ^aH(<t) defines an analytic 
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function throughout the interior of the elliptic plate. Partial Deriva* 
tives the function defined by the series are continuous throughout 
the interior of the plate and in this region Fa+Fa satisfies the equation 

Contribution to stress resultants and stiess couples arising out 
of the part are therefore finite and continuous tl roughovt 

the interior of the pi vte. We have now only to check if these are 
finite and continuous up to the boundary of the plate 

Now we proved elsewhere tl at for sufficiently hrge » 

U 1- 

I '^sn-i I (2H-5)(2n-3)(2n-n(2n + l)t"*« 

A" 

and I I < (2M-3)(2n-l)(2w+l)(2n+3)e“"“ 

where K, G are positive constants independent of«. 

Consider the series 


S ftn-i (2n— l)*cosh(2n— l)^co8 (2n— 1)17 

n-x 

i.e.y the series that is obtained by differentiating the series for 
Fi=«2 A:g;|.iC03h (2«— l)fco8 (2n — 1)17 
term by term twice with respect to (. 


The general term of the derived series is 

(2n— l)*^8n-x<^osh (2a— l)fc,os(2n-'l)i^ 
on the other hand 


(2a— !)■ I A;,y,_iCOsh (2a— 1) (cos (2a— l)ij | 
<(2«-l)*l^sn-x|cosh(2a-l)f 


(2n-l'l»(??osh(2a-nf 
(2a -5) (2a -i) (2n- 1 ) (2a + 1 

(2a-5)(2n-3)tf>‘^« 


(2a-5)(2;r3y 


t (w-iXKl”*) 
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The range of uniform convei^ence of the series therefore extends 
upto the boundary f =a So the term-by-term differ mdation of the 
series is possible for all f which lie in the range 0<f<o and also the 
left hand diffarentlation with respect to ( is possible for (=a Further 
the sum of the derived seriej represents the corresponding differential 
co-efficient of the sum of the original series and is a function that is 
continuous upto the boundary f =a. The same statement is true for 
all partial derivatives upto the second order with respect to ^ and 17. 

Thus stress resultants and couples depending on derivatives upto 
the second order are finite and continuous throughout the plate includ- 
ing the boundary. 

Now the normal shearing stress across an arc s, is defined b / 

where v is the direction ol the normal to the curve. 

The contribution to by Fi is zero. 

On the other hand 

“ 32/c® [/fj cosh f cos 17+2^0 (cosh ^cosi7-|-cosh 3^cos 3 17) 

+ 

+n A ,a.i{cosh ( cosi 7 -|-codi 3f cos 317-!-... 

-f cosh (2«— 1) { cos (2«— 1 )i 7 } 

+ •] 

The above result is valid throughout the plate including the 
boundary excepting the foci. 

Now across any curve 

where 0<a'<a 
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By formal term by term differeation we have 

VI iF^-hF,) 

= 32/o“ [^jsinh f cosij+2^8 (sinh f cos ij+3 sinh cos 3ij] 

4-3i45(8iiJi f cosij + 3sinh 3f cos3i^-|-3sinh5f cos 5ij) 

+ 

(sinh ^ cos i74-3sinh 3f cos 3i/ 

H-... + (2n — 1) sinh(2n— l)f cos(2«— l)ij} 

+ 1- 

In what follows we restrict our attention to values of C^O, 

For throughout the plate f can never assume negative values 
a {sinh f cos rj -|- 3 sinh 3f cos Stj 

+ (2n— l)sinh (2n— 1) ^cos(2n— 

< w|^j„_il{sinhf l-3sinh 3f 4-5 sinh 5f 

+...+(2n-l) sinh (2n-.r;^} 

I -f-5«»€4-,..-f-(2n~l) «(»«-»>€). 

On the other hand we can show that in the range 0<jS^^^a 

0 < + (2n-l) <»<•"-»<) 

4(2.+i). . ^ .;r 

A"* 

7=(« ““-1). 


In the above ring-shaped region, we have theiefore 
^ cos •»} +3 sinh cos 3i} 4 - . , . 

+ ... +(2«— 1) 8iuh(2n— 1)^ cos (2«-- 1)17) 

^ (tf**-!)* " ' ■ 

2Ke»« 1 

So the series for ^ converges absolutely and uniformly 

in the closed ring-shaped region including the boundaries. 
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The sum of the series therefore is the correct value for 

(Fj -1-/^8 ) throughout the ring-shaped region 

in which the function is finite and continuous. Thus the nor- 
mal shearing stress ^f across an aic const, is certainly conti- 
nuous in the ring-shaped region including the boundaries.* It was pre- 
viously proved that JV is continuous in the open domain 0^f<a. We 
have therefore proved that jVis finite and continuous throughout the 
plate including the boundary. 

We have thus proved that 

ir/2<i7^ir/2 

and w=*Wi-^f-jrF in ir/2^i2<;3ff/2 

represent a function continuous throughout the plate including the 

boundary. It satisfies the differential equations 

D^*w=p in ff/2<i^<*r/2 

and Z) 7 i «=«0 in 0<f<o; ir/2<i7<3jr/2. 

Further the stress-resultant JV and the stress couples G and H as derived 
from w are finite and continuous throughout the plate including the 
boundary 

Further f =«. 

It is only at the points that lie on the minor axis that the 
differential equation of equilibrium has not been shown to hold. It 
was so, because the function defining the deflexion is such that the 
partial derivative of the fourth order with respect to x has a 
discontinuity across that line. 

We therefore take a rectangle bounded by the straight lines. 

X — — 1 , x«»l 

where — 

and 1( > 0) is small enough to ensure that the above rectangle Ues 

a 

*L4kewiie^ we can prove that the normal shearing ttiets js'< cross an arc ya*' 
C9iit, is cont nuous in the siine ring^haped region ineluding the boundaries. 
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completely within the ellipse. The value of the integral ^^^ds taken 
along the edges of the above rectangle can easily be shoivn to equal 

is weight of that part of the proposed load 

which happens to be contained within the rectangle. It follows that 
there is no concentrated point load or line load any where on the 
minor axis. 

w as defined above, therefore, represents the deflexion of the 
central plane of a thin elliptic plate clamped along the edge (f>-a) 
carrying a load of weight W spread uniformly over the semi-ellipse 

0<f<a 

Case II 

The deflexion of the ceiitial plane of a thin clastic plate of the 
shape of a semi-ellipse bounded by the major axis (say the semi-eUipse 

under the action of a uniform pressure J p 
where the elliptic boundary is clamped and the straight boundary 
is merely supported has also been given by Prof. Galerkin. He takes 
a^4=£(3— 4cosh 2^ + cosh 4 f)( 3—4 cos 217-}- cos 41^) 

+ (/j sinh ^ -f-5j si nh 3 i) sin 

2 ( 5*«jsinh(an— 3) f-t-/|».isinh(2n— l)f f5*«.,sinh (2 b— 1)^ \ 

srm. V I 

X8in(2B-l)i7* (16) 

where ■^‘^307^ constants Ps and B*s are to be determined. 

* The expression 

E^Bi sinh 3^ sin 94 * £ ^ | sinh (2n—3)(+Bnt^x sinh( 2 n-fl){ | 

8in(2A— l)f 

is a formal solution of the differentiation in equation y fo elliptic coordi- 

nates. It was given in a slightly different but essentially the same form by Prof. 
Galerkin. (Vide — ^B. Galerkin — Messenger of Mathematics Vol 52 (1923) pp 108-&) 
See abo llmpe— Mathematische Zeitscrift Vol. 17 (1923) P. (92.) 

PS 
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The function formally satisfies the differential equation 
at every point of the semi -ellipse 

0<f <o 
0 


It also satisfies z(;4 = v— ® ij— a and also the 


conditions 




w.= . ^ 

* af 


=0 over 0. 


The condition of being freely supported along the major axis is 
thus formally satisfied. 


On the other hand remembering that * 


768 ^ sin(2n— l)ij 

ff »;=i(2n-5)(2n-3)(2n-l)(2n+l)(2n-4-3) 


where 

and 


/(ij) =3— 4cos2i^+cos 4 i 7 for 
fi.v) “ — (3 — 4cos 2ri-\-cos4rj) for a'^i^^2ir. 


The conditions ^4=^^ —0 over are satisfied by the follow- 


ing Mti of values for the constants L*s and B^s. 

T /’ u A o•uo^ A^(8inh4a-f7 sinh 2o) 
I,j(sinh 4a— 2 smh 2a) = — ^ fTTS 


j9j(8inh 4a— 2 sinh 2a) » ■ 


A'^sinh 2a 


1.1.3.5 


(17) 

(18) 

^n.] (sinh 4na—2R sinh 2a) “ — j9gn-«{2sinh (4 r— 2)a— (2n— l)8inh4a} 
ff*! (2n — 3 ) sinh (2n-l-2)a— (2n H-5)''inh 2«a} , , 

(^-5)(i2n-3)(2«-l) (2»i+l) (2iiH-3) 

(“pit ^~'2« sinh 2a) «aJ?,„^{sinh (4«— 4)a— (2«— 2)8inh2a} 

, ff'{(2«-5)sinh2«a-(2i*-f3)sinh (2«-2)a> 

+■■ ■ (5»-5)(2i-3T(2B-l)(ii.i-l)(^ 


*Pror. B. G. Gtelerkin— Messenger of Matfaematki. Vol. 52 (1925) p. 109. 
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where 




3072Lsinh*a j&t*sinh*o 


It vD • 

We now define the functions ({, -q) as 

Wg (^, q) — Z (3— 4co3h 2f4-co8h4^)(3— 4cos2ij+cos4ij) 

+ (/isinh f 4-Bisinh 3f)ttuij 

I B^iinh (2n-3) f +/«,_iginh (2«-l)^+-fi„_,8inh (2»+l)^ | 

xsin(2a— l)i} (21) 


in the region 0 0 


and 


— Z(3— 4cosh2f+cosh 4^) (3 — 4cos2ij+cos4ij) 

+(/isinhf+jBisinh 3^)8in q 


CO 


+ 2{5,/>^8inhC2ft— 3)^±/„_,^sinh(2«— l)f 




+5w-isinh(2«+l)0sin(2a-l)i, (22) 

in the region 0< $ <a; ir ^ ^2^ 
with the same values for L, Ts and B*s. 

The function Wg formally satisfies the equation 

DVjfWg^bP in 0< f < o; 0 < »} <ir 
and Z)Fi*a>j= — in 0 < f <a; jr< i; < 2ir. 

Also from the manner in which the constants Ts and have been 
determined, we find that 
iws 


W, 




= 0 are formally satisfied over f =a 


we now define the function Si as 

5— Wj-t-w,. 

Thus the function tei formally satisfies the equation 

D Vjf w — p over 0<f < a ; 0 < < «r 

and w — 0 over 0<^ < a\v <q <2ir 


( 23 ) 


also the conditions 


over f —o. 
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So w is expected to reprcient the deflexion of the central plane of an 
elliptic plate clamped at the edge supporting a lo^d of weight W spread 
uniformly over the semi-dlipse 

o<i<a ; o<ij<ff. 

It is now necessary to examine the expression which fisrmally 
satisfies the requirements of the problem. 

It is easy to show that 

£ (3-4cosh2f+cosh4fj (3-4cosaij+cos4ij) = . (24) 


Denoting the above by and the series 

(/j sinh f + 5 i sinh 3^) sin 

sinh (2rt — 3)f 4-/iR_iSinh (2»— i)f 


^i«-x sinh (2n + 1 ) f } sin (a« — i )i^ 
by F* we may write the expression for deflexion as 

in o ; o^i^ (25) 

(i.s., forj>>o) 

io=^Wi—f*+F’ in 0<f<o;?r<i)<2ir (26) 

(U.y forjf^o). 


Now, the function 


for 

and iji' = — for j»<o 

is evidently continuous atj»>>o. 


Partial derivatives of with respect to x are all zero. Again 
partial derivatives upto the third order of with respect to y arc con- 
tinuous throughout the plate while the partial derivatives of the fourth 
order with respect to y has a finite discontinuity at ^=0 
It is not even defined fory •m o. In fact 
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.ad 

So ^\P J>>o i.«. in o< 4 <a; o<ij<ir 

and DV\p' == —\p forj»<o i.e. in o<f <o;ir<ij<87r. 

It is plain that contributions to stress resultants and stress couples 
due to are finite and continuous throughout the plate including the 
boundary. 

We next break up the series F' as before, into three parts 

F' +F^ 

CO 

where F^' ="2 Vx sinh(aB— i)^ sin (an— i)ij 

fl**l 

^,'=■2 5,„_3sinh(a«—3)f sin (an— i)ij 

n"i 


wc write 
Then 


Fi=2 sinh(an'fi)f sin(an— i)»y 


y'„_i—sinh4Ba— ansinh ao. 

n i> / JC' sinh aa 
t • 3 • 5 

I • I • 3 • 5 • 7 

*mmB f »-j 6a — 9 sinh 4 a} 

* *3*5* 7*9 

B f '•»B f • 8tt— 1 1 sinh 6 a) 

»/» “ sJs 7 * 9 - i » 


B»nm.xf' sn-x'^^sn-e/^sn-s 
. JT^Kan— 5) sinh ana~-(an+ 3 ) sinh (an— a)a 
(an— 5)(3n— 3)(2n— i)(an+i)(an-f3) ‘ 

Adding we have 

P f » JT^ sinh ana 

sii-i7s »“i *" (an — 3 ) (an— i ) (an+ 1 ) {a«+3) 
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ir'sinh2na 


(2n -3) (a«— 1 )(a«+ 1 ) (2*1+3)/', 
We can now prove that for sufficiently hurge » 

l^sn-il ^ 1 } (3n+i ) (aii+3)«'"“ 


Also since 

^•n-i / w-i •=— jB 8 n- 8{2 8inh(4B— a)o— ( 2 «— i)sinh 4 o} 
“ 3 ) sinh (aB+2)a— (2«+5 ) sinh (a«— a)a} 
~ (2«— 5)(2B— 3)(2«— i)(aB+i)(2«+3) 

We can now show that, for sufficiently large a 

Km-I I ^ (2B— 5)(a«— 3)(2B-- l)(2B+l) 
where G' is a positive constant independent of b. 

We can easily prove that the series 


( 87 ) 


(28) 


m 

= S /gn.i8inh(a«— i) f 8 in( 2 «— i)ij 


5 aftjsinh(an— 3) ( 8in(2n— i)ij 

ft<^ 

F,'— S Bttimi sinh (aB+i)f sin(2fl— i)ij 

ll"l 

each converges absolutely and uniformly throughout the elliptic plate 
including the boundary {na. Each series therefore represents a con- 
tinuous function throughout the plate including the boundary. The 
sum of the three series, i.e., the series for F'f thus, converges absolutely 
and uniformly throughout the plate including the boundary. It may, 
therefore, be re-arranged in any way we like and the sum which remains 
unaltered for any re-arrangement of terms represents a function which 
is continuous throughout the plate including the boundary. 

It is quite easy to show that ^ can be obtained by term-by- 
term differentiation of the series for F' with rcspea to $ for aU points 
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of the plate including the boundary. This justifies the process which 
was employed to determine the values of the constants. Further the 
partial derivatives of all orders of F with respect to £ and and also 
mixed derivatives of all orders may be obtained by term-by-term 
differentation of the series for F at all points within the interior of the 
ellipse and in that open domain they represent continuous functions. 
Derivatives upto the second order are however continuous upto the 
boundary. 

We can easily show that the complex series 


2/ 


SR-l 


(cosh an— ifcosQn — iij-f- isinh an — 1 1 sin an— 1) ^ 


transforms itself into the following series 


S I 

nmi 


sn-i 


P 


Sn-i 


(«) 


where (z) is some polynomial of d^ree (an— i) in z- 

The latter series being uniformly convergent in the interior as well 
as the boundary of the ellipse represents an analytic function in 
the interior of the elliptic plate. 


The series Fj'— 2 sinh (an— i) |sin(2n— i)i^ 

bemg the imaginary part of a function analytic in the interior of the 
plate, possesses continuous partial derivatives of all orders with respect 
to X and and also continuous mixed derivatives in the same domain. 
So the contributions to the stress-resultant JV and stress couples G and H 
arising out of are continuous throughout the interior of the plate. 


The function Fi is harmonic throughout the 
tic plate, i.e. 




interior of the ellip- 


Vi* Fi = 0 throughout 0< f <o 


and so 
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llie series 


=-^ 5 ,„_,|sinh (2n+ 1)( sin (an— 1)17 


-f sinh(2fi — i)f sin (an+ i)i}| 
is the imaginary part of the function 


(* iy) 2 |j|(4:) 

flW 


m 

where 2 B,f,^iP^^{z) is a function analytic in the interior of the 

n»l 

elliptic plate. Writing 

2 =»o+tV 


we have 
It follows that 

^1^ (^i'+^s') "O throughout the interior of 

the elliptic plate (^a. 


The contributions to the stress^resultant JV and stress couples G 
and /f arising out of Fj'+Fg' are also continuous throughout the 
interior of the plate. Having proved that C, H and W arc continuous 
throughout the interior of the plate we have only to consider their 
behaviour on the boundary. 


We can easily show that the series obtained by differentiating 
the series for , Pg' and P,' twice with respect to ( and 17 are 
uniformly convergent throughout the plate including the boundary 
liiis shows that the stress couples G and H, depending as they 
do on derivatives upto the second order are continuous upto the 
boundary. The r^on of continuity of the stress-resultant Ji may as 
in the previous section be also shown to extend upto the boundary of 
the plate f -B a. 
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It therefore follows that th; series for w defines a function that 
is continuous throughout the elliptic plate including the boundary. 
The stresses as derived from w are continuous throughout the plate 
including the boundary. Further w satisfies the differential equation 

oW 

D Vi* = **^0 ''f<a;o<ij<jr 

and the differential equation 

V*,w**o in o<i <a; 71 <rj dan. 

Further let us take the rectangle 


X=Xil X^Xi 

-I 


where —ddx^dx^da; and where / (>o) is small enough to ensure 
that the rectangle lies completely within the ellipse f =o. The rec- 
tangle evidently contains the length (*i— *j) of the major axis. Now, 
the value of the integral JjV ds taken along the edges of the rectangle 


may very easily be proved to be equal to-* This shows 


that there is no concentrated point load or a line load anywhere on 
the major axis. 


Finally w — — =o are satisfied over the boundary ^ 


Thus w represents the deflexion of the mid plane of a thin elliptic 
plate clamped along the edge carrying a load of weight W spread 
uniformly over the semi-ellipse o<f <a, o<Tj<ir. 

I am indebted to Prof. N. M. Basu for the kind interest he has 
taken in the preparation of the paper. 
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Introduction 

The object of the present paper is to investigate, among other 
things, certain novel properties of a circular cubic and also of a bicir- 
cular quartic, with special reference to the normals, that can be drawn 
from the centres of inversion to the associated focal conics. Notice has 
also been taken of the rectangular hypeibola, that has been shown to 
pass through the feet of the afore-said normals. 

The whole paper has been divided into three Sections, of which 
the first two deal respectively with a circular cubic and a bicircular 
quartic. Section 111 finally disposes of certain digressional matter on 
the construction of differential equations of the first order, whose 
singular solutions shall be assigned (plane) curves, e. g., a parabola or 
an ellipse or a hyperbola or a circular cubic or a bicircular quartic. 

It has been tacitly assumed throughout the paper that the circular 
cubic or the bicircular quartic under discussion is of the unrestricted 
type, so that it is bicursal, i.e., has unit deficiency or genus. The 
unieursal type of circular cubic or bicircular quartic, being of a 
comparatively simple type, has been practically ignored in this paper. 

Although the subject under discussion is classical in origin, the 
paper is believed to embody a considerable amount of original matter, 
p 4 
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Other papers, bearing on this subject, are in course of preparation aijd 
are expected to be published in the near future 

SECIIUN I 
{(trcular Cubics) 

Art. I . As was pointed out by Dr Casey, a bicursal circular 
cubic r possesses, in general, foui circles of in version (ff, rr,, jr,, ir,) 
and four focal parabolas (2, 2i, Ig, ^a)> elated that the cubic f 

is describable as the envelope of the set of circles, having their centres 
on any one of the focal conics (say 2,) and cutting the coircsponding 
circle of in\ ersion (say, ir,) at light angles As a matter of fact, if 
any of the circles (say, ir) and the associated parabola (2) be repre- 
sented in the respective Cartesian foims 

(x— a)“4-0'— and y= 4 a(x+a) . . , (i) 

the equation of the bicursal circular cubic can be thrown into the 
form: 

+ (aa— o) (x*+y ) (c*— 4flo)x— 

-l-{2fl(a«-}-p>)-c«a}=o, (I) 

where o®— p*. ... (2) 

By algebraic manipulations, (I) can be turned successively into each 
of the three equivalent forms, viz 
+ (2flr-ar) 

-f-{ 2 a,(a,*+| 3 r*)-Cr*ar}= 0 , (*'“1, 2. 3 \ • (II; 

provided that the constants {a,}, {c,}, {a,}, and arc detci mined 
by the relations: 

a, = a-|-2X„ ) . , , 

and <r^®*=c®4-4X, ( 2 a-fo)-f 8 a,*, j 

and Xi, Xai As are the three non-zero roots of the biquadratic in x, viz : 

a*8* 

^q^-i-(a— x)(a-|-2X)*— 4ax(a-|-2x)— c*x— a(a*-f^*)=o. (IV) 

In view of (a) and (III), the equation for A, is evidently 

f4X,(afl-fo)-|-8x,*, (r-i, 2, 3). 
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Comparison of the Cartesian equations (I) and (II) at once leads to 
the conclusion that the other three circles of inversion (ttj, jr,, ir.) 
and the corresponding focil paiabolas (21j, 22, 23) are given by 

and (r- 1,2,3). 

The very /orwi of the four focal parabolas ( 2 ', 2 'j, 23, 23) at once 
proclaim their confocal character, the common focus, viz. 0, being, of 
couise, the double focus of the cubic f. The four centres of inver- 
sion, viz. 

(“i. Pi)> (.«2, ^^2)> l“a. N and (o, p) 
will be hcnccfoith denoted by the letters A B, C, D (taken in order). 

The subsidiaiy 1 elation^, vi/. 

2fl,— a, =2rt- a, 4.00 |(r- 1,2,3) 

and ~c/a, -= 2 a(a-‘ p*)— c®a, . (V) 

which follow automatically fiom (III), 01 as a consequence of (I) and 
(II) being identical, will be made use of in the succeeding articles. 

Art. 2. Selecting indiffeicntly one of the focal parabolas (say, 2 ), 
viz., y 4fl(jp-|-fl) .. ... (i) 

and writing 6 « 2a - a, 

we find, by Elemental y Geometiy, that the feet of the three normals 
drawn to S from the coiicsponding centre of inversion D (o, P), arc 
the three finite * points ot inteiscction of 2 with the rectangular 
hyperbola (s), viz., 

xy-\-hj>- 2tfP>=o, ... ... (2) 

whose centre (L) is the point ( ~b, o), and whose asymptotes, viz., 

x-\-b —o andj> -o 

are identical, respectively with the real asymptote of the cubic T and 
the common axis of 2, 2i, 23, 23. 


*Foi brevity's sirke,~the expression finite point his been used to denote a point 
lying in the finite pait of the plane, (as rii,iingui^hcd fiom a point lying on the line 
at infinity) 

The fourth point of intersection of ^ and s be eadly accounted for. Foi 
it it crystal-clear that, if K and K’ be respectively the two points at infinity, attach 
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In view of (V) of Art i, the equation (a) of a can at pleasure be 
re-written in each of three (equivalent) forms : 

A:^+(aa,-a,)^-2a,Pr=o. 2. 3)- - (S) 

Interpreting this result geometrically, and noting that more than 
four arbitrary points cannot— unless specially related to one another — 
lie upon one and the same rectangular hyperbola, we may summarise 
our conclusions in the following manner : — 

For a bicursal chculat cubic F, the sixteen special points, consisting oj 
the four centres of inversion A, B, C, D and of the feet of the four triads of 
normals drawn from them lespectively to the four focal patabolas 
must all lie on a certain rectangular hyperbola s, whoye asymptotes are res- 
pectively the real asymptote of F and the common axis of the four (confocal) 
focal parabolas. 

Prior to the discussion of other geometrical features of the 
conic E, we intend to make a short digression (in the next article) on 
the diverse types of polar conics of the original cubic F. 

ing to the coordinate axc*« (a=o jnd^=5o), then (A', A') may a!> well be designated 
as the two points at infinity on g. Rrmatkably, A' is also the real point at infinity 
on r, (the other two points at infinity on F being the two circular points at infinity), 
whereas K' is the point of contact of x with the lin** at infinity. Thus this point AT' — 
situated wholly at infinity — is Xho fourth point of intersection of g and £, and is often 
ignored in the enumeration of points of intersection of the two cxjnics. This explains 
the anomaly referred to. 

According to (Euclidean) Projective Geometry, an arbitrary rt. line, lying in a 
plane, may in a special seme be said to be peipendii ulat to the line at infinity situated 
in that plane. The truth of this appaient paiadox becomes manifest, if it is remem- 
bered that the condition of perpcndiculai ity viz. 

aa’+bb'^o 

of two right hnes, whose Cartesian equations aie 
ax+fy+es»o and 

is fulfilled independently of a, b, if only epao, b'*=o. 

The afore-mentioned principle being borne in mind, it is clear that the line DlC' 
is perpendicular to the line at infinity, which is, however, the tangent to £ at JC*. 
So DK* behaves like the normal to £ at K*. This fourth normal (DAT') from D to £ 
being left out of consideration, we speak, as abov^ of only three (ordinary) normals 
(from D to £). 
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Art. 3. If stands for the L.S of the equation (I) of Art. 1 

the partial differential coefficients are given by 

8jc* ^ ’ bxby by^ j 

We shall now invoke Art. 3 (Gh. VII, P. 93, Exs. 4, 6, 9) of Hilton’s 
Plane Algebraic Curves (1919) to dispose of the sets of points, whose polar 
conics shall be of prescribed shapes. 


Firstly the locus (^\) of points, whose polar conics are rectan- 
gular hypei^olas, is a right line, whose equation is 

3 ^<t> , 3 - 1 > • * 


T-T „ / o, t e., x = 
dx^ dy^ 


fi) 


Thus is parallel to the real asymptote (x— ~b) of the given cubic I. 


Secondly, the locus ( 5 ) of points, whose polar conics are parabolas, 
is the hyperbola, whose equation is 

... (=) 


0x* ay* 


i.e., 


iir " ■ ■ 


So the centre of this hyperbola S is the point A/^— *-} oj and its ec- 
centricity is 2. 


Thirdly, the polar conic will be a circle, if the coordinates of the 
point in question conform to both the relations 

a** 8*4) j 6*4) 

8i*“8/ 8Ab^“ ® * 

i.e., if the point coincides with the origin. That is to say, the double 
focus 0 (of F) represents the only point, whose polar conic (JT) is a 
circle. This polar conic F — of circular shape— will afterwards be 
referred to as the polar circle of the given circular cubic F. The actual 
equation to F can be easily seen to be 
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A(Ac‘-t:)'*)4-2{(c>— 4aa)*— 4aj3j'}+3{atf(o*+p*) -c*a}=o, (3) 

so that Its centre {E) is the point 

( ^), (4) 

provided, of course, that A^^o When, however, b o the polar circle 
breaks up into the line at infinity and an ordinary line 

The symbol A being as before supposed to denote the real point 
at infinity on the given cubic P, and the symbol I lepresenting the 
centre of the hyperbola z we shall now point out a sort of reciprocal 
relation between the points O, E) and also between the points (A*, L) 

In the first place we remark that the polar conic of an arbitrary 
point {x ,y ) w r t F has for its Cartesian equation — 
jc (f* 4aa)}+2> (*> {^bj— 2 a^) 

+ [i (acM ^*) + 2 ( (c» — 4aa) Af - +3{2a (a*+p®) — ■= o (5) 

Accordingly the polar conic of the point £, as defined by (4), is 
given by 

(c*— 400) (3**-f-J^) 6aft(o*-4 |3>) 

— 3^c*a— (c*— 4aa)*— 

which shews that the origin 0 is the centre 

Next, by (5), the polar conic of the point A (—i, 0 can be 
accommodated to the symbolic form 

Ax*+2Cx+2i>+6 o, 

(where the co efficients are all constants) manifestly this conic is a 
parabola, which has its axis parallel to the real asymptote (x — b) of 
the cubic F, and which may, in the phraseology of Projective Geometry, 
be spoken of as a tpectal type of central conic, the special feature bemg 
that Its centre is situated at mfinity and is none other than the real 
point A* of P at infinity 

To sum up the last set of results, we may simply state 

(1) that the polar conic of any one of the two pomts (0, E) has 
the other for its centre, 
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and (ii) that the polar conic of any one of the two points {Ky L) has 
the other for its centre. 

Admittedly these results are to be regarded as simple illustrations 
of Casey’s general principle that, whenever the polar conic of one point 
(w. r. t. a cubic) has another point for its centre, the polar conic of 
this latter point must have the former for its centre 

The accompanying diagram exhibits roughly the relative positions 
of the several points and lines (last mentioned), intimately related to a 
bicursal circular cubic F, it being implied that the double focus O of 
r docs not lie on the real asymptote (so that b 2 a — a- 3^0 ) 



In view of the results piovod heretofore, the geometrical construction 
for the points Z, M, N may be stated in the following indirect ioTm '. — 

From the double focus 0 drop a perpendicular OL on the real asymptote 
of the given circular cubic F and bisect and trisect OL respectively at K and A/, 
this latter point being the point of trisection nearer to the end-point L. Then 
the point L the foot of the aforesaid perpendicular) must be the centre of 

the rectangular hyperbola S considered before. As for A/, the characteristic 
property is that it is the centre of the hyperbola S, representing the locus of 
points, whose polar conics are parabolas. Finally, the point Ff has the distinc- 
tive property that the line, drawn through it parallel to t/u real asymptote of F, 
represents the locus of points, whose polar conics are rectang;ular* hyperbolas. 
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The next article will be devoted to the consideration of the other 
type of circular cubic, whose double focus lies on its real asymptote, 
(so that ^«= 2 a— 0 “ 0 ) 

Art 4 Suppose that /* is a ciicular cubic, whose double focus 0 
lies on Its real asymptote 117, J hi the two circular points at infinity, 
and A* denotes, as before the real point (of/’) at infinity, the tangents 
at J,J, K must be concurrent, the point of concurrence being the double 
focus 0 (as shewn in Fig j.) 



U Jy A*, being the points of contact of three of the tangents, that can be 
drawn from 0 toF, must then he on the polar conic of 0 Consequent- 
ly the polar conic of 0 must consist of two right lines one of which 
IS the line at infinity IJK The immediate inference is that the point 
0 will he on the Hessian (7/) of F, md that the line at infinity will be 
a tangent to the Gayleyan 

Hence, observing that, when b o, all the four points of Fig i, 
viz , 0, £, My Ny coincide, we can give the following garb to the final 

result — 

A necessary condition for the double focus of a btcursal arcular cubic F to 
he on Its real asymptote may be stated in any one of the follomng forms - 

(a) that the double focus should he on the Hessian, 

{b) that the double focus should he on the hne-locus of pomts, whose 
polar conies are rectangular hyperbolae y 
(c) that the double focus should be the centre of the rectangular hyperbola 
2, which passes through the four centres of inversion as also 
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through the jcet of the four triads of normals^ drawn respectively 
from the four points to the four related focal parabolas; 

{d) that the double focus should be the centre of the hyperbola (S)t which 

represents the locm of points y whose polar conics are parabolas; 

• 

(e) that the polar circle, {i e , the polar conic of the double focus) should 
break up into two right lines, one of which is the line at infinity', 

{f) that the line at infinity should touch the Cayl^an of the cubic. 

It may not be out of place to remark that the class of bicursa 
circular cubics, having their double foci seated on tKcir real asymptotes 
includes, within its fold, an important sub-class, consisting of 
central (and therefore bicursal) circular cubics. We observe inciden- 
tally that the converse of the property (a) is not necessarily true. 
In other words, when the double focus (of a bicursal circular cubic) 
lies on the Hessian, it may or may not lie on the real asymptote. 
The converse of each of the remaining properties (t), (c), {d), {e), (/) 
can be leadily shown to be valid. That is to say, in order that the 
double focus of a bicursal circular cubic may lie on its real asymptote, 
the sets of conditions {b), (r), (d), {e), (/) are each necessary as well as 
sufficient, but the condition (<i) is necessary, but by no means sufficient. 

Art. 5 . Let us now revei t again to the unrestricted type of bicursal 
circular cubic P (i-,)^o). We now intend to establish another interest- 
ing property of the attached (rectangular) hyperbola 2 * 

It is common knowledge that, for a bicursal cubic F, the scries 
of polar conics, answering to different points on a given right line 
W, constitute a pencil, passing through four fixed points, which arc 
called the four poles of W. If we now look for the poles of the line at 
infinity w.r. t. the bicursal circular cubic F, given by (I) of Art. i, 
we readily perceive that they are designable as the (four) points of 
intersection of the two conics: 

“ 3**+.7*4-a l>x-\- (tf*- 4 fa) -o 

and 1 ^ a«^) » o 

V 
V 5 


where b^aa—ajko. 
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Reference to Art. a makes it plain that the second of the two 
conics is no else than the rectangular hyperbola Because the first 
conic is an ellipse, it follows that is the only (f) rectangular 
hypefbola that can be drawn though the four poles. 

* We are therefore entitled to summarise our conclusions as 
under: — 

The rectangular hyperbola that passes through the Jour centres of in- 
version of a bicursal circular cubic F and also Uirough the feet of the four triads 
of normals drawn from the four centres to their respective focal parabolas, nuy 
also at pleasure be characterised 

(i) as the uniquely determinate rectangular hyperbola that can pass though 
the four poles of the line at infinity , 

or (ii) as the uniquely determinate polar conic, having the real asymptote of 
r for one of its own asymptotes. 


SECTION u. 

Bicireular Qjiartics 

Art 6. A bicursal bicircular quartic F possesses — ^in precisely the 
same way as a (bicursal) circular cubic does — ^four circles of inversion 
n> rill Ell Es four corresponding focal conics 2, 2i, 2s> 2$, so 


(t) Attending to the paient facts that the number of equilateral hyperbolas, 
that can be drawn through four given points, is either i or ee , and that any one of 
the four centres of mversion is the orthocentre of the triangle*formed by the other 
three, one can easily explain why the rectangular hyperbola s is perfectly defined 
when it is said to pass through the four poles of the line at infinity, whereas the same 
curve (s) is impe^^ defined—defined (as a matter of fact) as one among ie^mtety 
sueprectaingularhyperbolas-^henit is said to pass through the four centres of 
inversion. 
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related that F may be described as the envelope of the set of circles, 
havingtheir centres located on any one of the focal conics (say, 2,) and 
intersecting the associated circle Hr right angles. The analogy 
between the two cases is almost complete save as to the fact that, 
whereas each of the focal conics of a circular cubic is non-central (i.e., 
parabolic), the focal conics of a bicircular quartic are all rrah'd/ (i.e., 
elliptic or hyperbolic). If any of the circles of inversion (say, U) 
and its attached focal conic 2 be taken in the respective Cartesian 
forms: 




and 




'Z| 


(I) 

(H) 


the equation to F is easily obtained in the form : 
where r*=A:*— a^— p*. 

By elementary algebraic manipulations, (II) can be converted into 
each of the equivalent forms, viz., 

(:^+/+C,>)>-4K*(*-o,)*+S,»(>-P,n. (■•-I.a.s) (HI) 

provided that the new triads of constants 

W . {»,} , {«,} . {«.} . (W 

are defined by 




a' ^ ■ a' ' aa*+Xr 

and Ax,A 2 >^a ^ze the three non-zero roots of the biquadratic in a, viz. 

Comparison of the equations (II) and (III) at once points to the 
conclusion — which could be foreseen from other considerations — ^that 
the other three circles of inversion (IIi* IIs) Da) and tne associated focal 
conics (2i, 2a, 2a) are given by 


and 

it being understood that k, is defined by 

*a* 


(»’ = i,2, 3) 


i.e. 


kf - «•+*,+ 
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VVc note here, for future reference, the following subsidiary relations 
(which follow automatically from IV or from a comparison of II and 
III):~ 

a,* — ^r**" 

and (r-i, 2 » 3 )* ••• (^) 

Denoting the four centres of inversion (o, P), (Oj, Pj), [a^, p,), (ay, Pa) 
by the letters D, A, B, C, we shall investigate (in the next article) the 
tetrads of normals that can be drawn from the four points to the 
corresponding focal conics 2, Sat )Sa* 

Art. 7. If we now pick out at random one of the focal conics 
(say, 2) having for its Cartesian equation : 

we notice that the feet of the four normals, that can be drawn from 
the corresponding centre of inversion /)(a, P) are the intersections of 
2, with the rectangular hyperbola S» defined by 

a^ajf—b*px—{a*-b*))cy:^o. (1) 

On the strength of (V) of Art. 6 the equation last written can be 
successively turned into the three equvoaletU foims: 

(r«i,2,3). (2) 

The obvious geometrical interpretation is that the sixteen points, 
viz., the feet of the four tetrads of normals, that can be drawn respec- 
tively from D» Af B, C, to the corresponding focal conics 2 , 2 i, 2 t, 2 $ 
lie on one and the same rectangular hyperbola which is completdy 
definable by any one of the (equivalent) Cartesian equations (1), (2). 

Regard being had to the undeniable fact that the hyperbolas 
goes through the origin 0 , which is situated mid-way between the two 
real double foci (±\/fl*^A*, 0) of the quartic F, we can enunciate the 
final result in the undermentioned form 

* 

For a bieursal bicircular quartic f, the twenty special points ^ viz-t the 
Jour centres oj inversion, and the Jeet of the Jour Utrads of normals, drawn 
respectively Jrom these centres to the Jour corresponding Jocal conics, lie on one 
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and the same rectangular hyperbola ^ whose asymptotes are respectively 
parallel and perpendicular to the line joining the iito i ouble joaojryato 
which goes through the mid-point oj this line. 

Section III 

[Associated Differential Equations) 

Art. 8 . A little reflection shows that, when a curve F of the most 
unrestricted type is given, there can, in general, be found an infinitude 
ofyiiwi/iM of curves, having r for their commoa envelope (complete or 
partial). Thus, for instance, the curve F is the envelope of: 


(i) its set of 00^ 

of tangents, 


(ifn'^a) , 

(^i) >» »> j» 

circles of double contact. 

(ifn ^ 2 ) 

(iii) » » 

osculating circles, 

(.,) 

(iv) „ „ 


parabolas, 

(«) 

(v) ], » 

>> 

rectangular 

hyperbolas, („) 

(vi) „ „ „ 


conics, 


(vil) ,, ,, „ 


cubics 

(ifn >4) 

(viii) „ „ » 

>> 

quartics. 


and so forth. 





It is abundantly clear that, if the general Cartesian equation ol 
any of the above families of curves be taken in the functional form : 

f[tt, y^c ) ••• ••• ( 1 ) 

•the c — discriminant, say , when equated to zero znd freed from 

extraneous loci [if any) , sNiW represent the original curve T. Further- 
more, when the parameter c is eliminated from (i) by piocess of 
differentiation, 

the resulting differential equation, viz; <|> [x^y^ p) -o, {P^^) (*) 

will have the same set of curves viz., ( i ) for its integral curves^ and its 
j^'discriminant, freed {if need be) from extraneous loci^ will denote the 
original curve F, Thus aiyt given curve F may always be regarded as the 
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common singular solution {complete or partial) oj an injmte number ^ 
(HJerential equations of the first order like (2). ^ 

In the succeeding article we shall illustrate the afore-mentioned 
principle with reference to a conic, a circular cubic and a bicircular 
quartic. 

Art 9. There are a number of examples to be taken up one 
by one. 


Example 1 . The parabola ^^ax) is easily seen to be the 
singular solution of the differential equation: 

(jp - 2fl)*+y-4ax- o, {p 3^), 

the general solution viz: (*—<)*+_)»*— 4ax=«o, {t is a parameter) 
representing the series of 00^ circles of double contact. 


Example II. The ellipse: ==1 

is the common singular solution of the two differential 

( 0 +?) ~(?“ 5 »)(?+^ -')■“■ 

their respective I'snsra/ solutious, viz : 


equations viz., ; 



and 




(t is a parameter) 


representing the two systems of circles of double contact that the 
conic can have. Evidently the corresponding result for a hyperbola 
is to be deduced by changing into 


Example UI. For a bicursal circular cubic T, we may proceed 
as in Art. 1, and represent a circle of inversion «r and its related focal 
parabola 2 in the respective forms : 

(*— a)*4-(j>-P)*«»lfe* and 
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.. (A) 


and finally derive the equation of F in the symbolic form : 

(x-o)5+2a(jr-j3)*=a, 

where aao 

and c*:=A:®— a*— 

Manifestly the family of circles, whose centres lie on 2 and which cut 
It orthogonally, has for its Junctional equation : 

xat* fl) —^dt (j>— P) — >S=o, (where < is a parameter) 

The associated different ial equation is readily seen to be 
{5— 2(jc-a)(;f+^)» f fl)J’*-8a{/»(x-a) — (JI-/J)} 

{ pS—2 ) (x+pjf+a) } - o, 


(B) 


(G) 


where 






dx 


Accordingly, this differential equation has (B) for its general solu- 
tion, and (il) for its singular solution 


Repeating the same line of argument, we infer that the other 
three differential equations (of the first order), which claim in common 
with (C), the original bicursal cubic F, viz , (^) for a common singular 
solution, are of the type : 

{5,-a(X-(Jl,) (X+A)- -hflr) }^-8«r{^(*-OT) -(j'-|ir) } 

{pSr-2{y-fi,){x-\-py-\-a,))^o (f= i, a, 3,), 

it being understood that 

<i,-«-|-X„a,=a-|-ax„ c,*-c>-i-4Ar(aa-|-o)-l-8xA 

Sr - 4-aar*+^r* “ 2<lr«r» 

and that X„ are the three non- zero roots of 

^q^-l-(<* A)(a-|-2A,)®— 4aA(a -1 2X)-r*A-a(o*-f-/i*)=o 

It goes without saying that the corresponding general solutions are to be 
deduced from (B) by changing a, a, e, S respectively into 

®r» Prf Off Sf. 

Example IV ’ The equation of a bicursal bicircular quartic F be- 
ing, as in Art. 5, taken in the form: 
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where of course, a circle of inversion n and the related focal conic 2 
are given by 

and + 

it is easy to verify that the functional equation of the series of circles of 
double contact having their centres located on 2, is 

2 a(x-a) cos/-f 2 A(j>— P)sinf— -^o, (/is a parameter) 

- (II) 

whereas the corresponding differential equation is 
<**{(**+/+«•) —a (*-«) y-f «*) 

-4a»4»{#(*-a)-(^-P))>=o. (Ill) 

In other words, the bicircular quarticP, as given by (1) is the singular 
solution of '^111), the general solution being, of course, (II) 

Evidently the other three differential equations of the type (III) 
having (I) for their common singular solution, are given by 
a*{ (**+>*+<^,®)*- a {x—of) {x -^-py) (x+py) J* 

(IV) 

it being postulated that {a,}, {A,}, {c^), {o,.} and are defined by 

a,« «•+*■, 

2a*a 


2a’ 


> « o 2^*8 

+x, iTO/ 


and Xi, Aj, Ag are the three non-zero roots of the biquadratic in A, viz , 

A*+«A+4«*a> F44*fi‘ - -<>• 

Needless to say, the general solutions of the three differential 

equations of the category (IV) are derivable fiom (II) by changing 

«. c, a, p 

respectively into a„ i, o,, jj,. 

Thus, as is to be expected, the general solutions of the four 
differential equations (III) and (IV) are quite distinct from one another 
although theif singular solution is the same. 

It is hardly necessary to mention that in each of the four examples 
considered in this section, the singular solution represents only 
the envelope, there being no extraneous locus included in it. 
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This paper is in continuation with the anther’s previous papers 
already published in the Proc cdings of the National Academy of 
Sciences, India In the previous papers motion in incompressible 
fluid either with varying coefficient of viscosity or variable density ha' 
been investigated Here motion when both density tnd viscosity 
vary at the «amc tim , has been ^tudled We have treated here both 
of them as linearly varying and assumed p po ii=p^€X, 

where and are the the values of p and p respectively at the ongm 
and A and e arc constants Here a is a small quantity of the first order 
but € not necessarily too small to be neglected 

Th'* formula of stokes for the resistance experienced by a 
slowly moving sphere in a fluid of constant density has been employed 
m physical researches of fundamental importance, as a means of 
estimating the size of minute globules of water and thence the number 
of globules contained in a cloud of given mass, and has led to much 
discussi n both from the experimental and from the theoretical side 
Ose n made a i interesting innovation in the treatment of the above 
problem 

Here we have discussed the slow and steady motion, in the 
manner of Oseen, and solutions of hydrodynamical equations arising 
out of motion have been obtained in series 

Assuming the above laws of variati m in p and p and neglecting 
extraneous forces, the equa ions of motion arc, in the method of 
Oseen, 
f6 



186 


Santi Ram Mukherjee 


^’‘'+'i+^) 

-|+(^+“) ^’“+<+1) f 

with the equation of continuity 

0 K,^.^ Ux 

dx'^dj'^dZ Po J 

by Wilting U-\-M fur u and neglecting small quantities of the second 
order. These latter symbols now denote the components of the 
velocity which would I cmam if a translation - 17 were superposed on 

the whole system. Putting \ in (1) we have 

(Po+XAf)i/|j- -f^-^{\h+^x) fe (|+a“)+ 1 


/ \r 7 ^^ 2ef/x , 2eCA 

vH«(g+g) 

Ift+W) J/g = -g+(i<u+e^) V«>+«(g +1) 

«“ l+l+lf =“• 

t 

Let and a; = a>,d-a>, such that 


..(iR) 


(/>p+A*) 


" ® — a^+ 0‘o+«*) V ' "t 

"‘Cite +n) — ^'“'■ 


••(*) 


Witt «.=g.+?‘+?!' 

1 dx^djy^dz 


and 
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{fc +A*) -i “) V‘S.+ ^-%,+U>)U-t} 


. Zu 0i;, div^ 
with tf, -r-'+,» + «- -«• 

’ Zx dy Zz 

Zi 

If thcic be a vclorily potential ^ such that m, =^,ir,= 
the equations in ( 2 ) are modified to 




,/aw, 

[Zx^dyj 


ip^+Kx)U^^ 
with V*? =*0 
provided 


aw, It 


^■={(po+^0f^-28} 


zy * 8-t: 


• • (4) 


• • (5) 


"(3«) 


(3) may be put in the form 
(l•.+ _w)7•:.-{(^.,+^*)C/ sllj- I aL.-,- 

'„'‘l(ro r.u)C/-J.) 

Prt 

(l‘.+e*)7'».-{(?. + w)t/-e) ^ +'®^=o 

(|i,+«)7X-{0>.+w)C/-6}®"‘ + e^* 

with 09-0. 


Since the vortex lines must be circles having the axis of x as a 
cot > ion axis, we may assume 

|-o,v- - and{ - ^ / ' (6) 
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dWf Sy, dui 

dj> “ dz 9 z 

necessary modifications we get 


Using i 




apo a», . „ 

a - and after 
dx dy 


[(lAo+ev)7“-((Po+^^)^^-e) ax* tz\ 


Again, Since 02 «o, 




and 

dy ax 




, wc get (7) 


to be[(ft.+«:)v“-| {ft+w)t/- i»|y l=-i£/^*-A{/i 

[(1>«+»)V>- ((ft+A*)£/ «)yi-At/|*fAt/ % J 


l..(7a) 


since ^=o. 


(7a) may again be simplified to the form 

[(M wf) V"- {(a U)i;-2e|i-x£/j, At/ ' 

[(1^+“)^'- {0>.+A*)£/-«)^-XI/]{= A£/(^* 


(7b) 


From 7(^) we get 

[(l*o+«f)V"- ((p.+^*)C^-26||^- ^ujx=A£/(»,+^a) 

= At/ i .... (8) 

an additive function of x be ng obviously irrelevant 


Turning back to (3a) we have 
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orl(p +ij)U-2e)f5^'= n +ei W 

' J3* d\dv dy dy 

1 ^ Irii 4- — 1 -t dx 

'^dx “ p +XX)U-'2E 9ii^^ dy) p rArV 2t dy 


,, * U +W IX , 

SO that Vf , fr - \l 

* p +X1C 1 1 '’F dy 


j +tr 

J { P +\\ I —2EYdy 

-iff ^^</ac 

1 p -\x\ U—^i dy 


* , H +e\ 9X^, J f |t+FX OX 

p fW f -^F 9 4(p \X\)l — 2E; d> 


P L 29 dj 


Now we have to dctct mine X to find u ,» and u 2 I rom 8 we 
get 

[(lto+ 6 ^)V*-{(p +Ax)? -atjgjx 

J(lA \Ex)v -j(p (-Xx)f — 2 f|g^^-vt Jv-Ai by (la) 

= Ai/[{(p +Av)i/-atj^ +\;L], b>(r,) (TO) 

t 9 \ DU 

Turning to the solution of ih< ibove equition wc observe that since 
the problem IS one of ptcfeiential mouon ilongthe axis of x wc arc 
justified in considering the solution of vV ^ form^ R S where 
IS a function of v only and 6 that of a> an 1 <{) only where o)«» 

and tan <J) , so that from ^ where 

V — This IS satisfied if wc wiite 

dj>*^dz 

MU 

kR"»o and Vi ^ -f-AA =0 whcreA is an aibitrary constant These 
give i 2 -Ci<x'A* and r 2 being arbitral y constants, and 

4 <'' p,. 
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or5„/„(3,K,)a»l ^ p,.. 

In the differential equation (lo) put x=f^'^ where F is a function 
of X only, so that 

-j£;[i(p,+A;t)£/-!!e}^ 

Further simp iiication leads to 

(t^c + 8’f)"^^r-2(Po+eA){(Po+^*)t^-38l 

[ Exj»+3xf/(n +fx)-|(Po+At)t/2e]{(p„+xv)C/-3e} 

+AA)f^-3ej F2Af7{(/)o Ux)t/— 2e}jjiJ 

+ (Po+ex)" ‘ kxUin -fAA)t/— 28 }Jf 

-A£/[A£/^f-A{(^+At)i7-28}i?] . . (II) 

Putting Po+CA:=sx,,p,/t«Pi,A/c-Ai,pJe-pj and thus Pi+AiA-pi 
-AxPi+A,Jfi-P8+AiJf, (say) ,in (ii) wc get 
d*V tPV 

^i*j^4"-aAri{Aif/xi-h {piU- 3)}^ 

+[(Ai^£/"-2A)*i>+Air/(2paf/~5-S)Ai+p2''f7^ - 5P,£/H- 6 ] 

+ 2 [k\^Ux{>+(kpiUsk+x^^U^ A,C/ iptU-2 

+ k [A:jfi>+2Ai£/ti+(p,f -a)]F-Ai£/[Aify^^^-A{Aii/A+(p,{;-2)}R] 

-i2*‘(say) . . . la) 


First let us solve 
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+ {(Ai"t/“-2A Xy ]r2\iU p^i -4)Xi 

a [aXiC/V+Ui U^+k p,U- 3 )\x^+x^U p,U-z) 

-f-A |AXi''4~2Aif. ATj -f- />ai7— 2j |f=»0 . (13) 

or Z)jF=“0 , where Stands for the operatoi of V 

Construct an expression of the form 

n« 

D^W -2Co\a{a — i)[[a-2)(a—i)~2{a—2){pJ —3) 
+-(p,t;-.2)(pa;y-3)}xi“ 

[— 2 \iL (a -I (0—2) t-axif/fp,' — i)(o-r 

+2Aii/(p,f/-2)} 

t *i“lo(a-I)(Ai"t»-2A) I 20(Ai"f/-+A P2C/-3) 

-t-A(p,£/-2)) 

2 Aai£/ (a 4-1) I J 

ut/i -Ai-£/^- 2*,/2 =2(Ai>r-+A PaC/-3) and/3 A pU-2), 
so that 

JiM^-Cofa(a-i)(a-pa^ )(a }-i—pa^/)jfi® a»(a+i— paf;)V'' 

+{yi«(« 0+y3«-hA}\i"-f 2*Aif (a f Ox,***' '*♦'’] 

c,[(a+i)a(a+i-pjf )(a+2-p,/ )*,"-^-aAi^ (o+i)'(o } 
2-p,f;}Xi“+{/i(a l-ija+/i «-f t) l/sK”"’' 

t-2AAi0(O+2)Xi®*^ J 

^a[(«f2)fa+i)(a f2--pa£/)(a j 3— p// V— 2A1' (a+2)*(a 
-Pi f /ICa -f 2) (a + 1 ) +/ (a+ 2) f 

I 2itAii;(a4-4)^i®^’ r/ tj'- ] 

«8[(“-|-3)(o+*«;(a 1-3 ~PtU){(i-\ 4-Pif )^i**‘-2\if (o+-3V(o->- 
-PtW*^ f{/i(o-f-3)(a4-2) -iy,{a+4) t-/}rr’ 

-l-aAvif (a Ar^V*®] 
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-f- . . . -f- • • • ”}“ • • • "4” 

— 2)(a i «— 3) (o+n— 2— />i^ )(o+-«— I— 2Xit/ 
(a+n— 2)*(o-fn-i~/)3^7)jfi*+""*+f/i(o4-n— 2)(o+n-3) 1/2(0+11—2) 

+c„_if(a+n — i)fa+n— 2;(a l-«— i— P2^ )(o+n— 2Xif/’ 
(o+«-i)^(o hn-PiU Xi‘'+"""+{/i(a+n— 1) a \ n-2) f/, a+«-ij+/,} 

;c,« +2*Xi r/(o+n)x,“+" +*»Xi‘*+"+iJ 

+ff«[(a+«)(a+«--0(a+n-/)at/)(a 1 n+i p/7)jri“^""’-2Ait/(o+n)-‘* 
(o+n + i-p2f/)*i"^""H{/i(o+«)(« l-» 0+/2(a+"^ f/aK“'" 4 2A:Xir7 

(a+n+ '■^+A:";c, “+”+“] 

+<^n+ir(o+«+i)(« t-«)(o 1-n f i-piU){a+n-{-2—piU}Xj^*'^~^-‘iXiU 
(a+n+i)»(o |-n+2-p2fO*i"’^"+(/i(«+«+iHa+n)+A(a+n+0+/a} 

^^<*+n+i |,2A:Xii/(o+n 

+^rt+ 8 r(®+” 4 ' 2 )(a+« + l')(a+«+2 — p^L ) (o+n + 3 zXji/ 

(o+« + 2)’(0 + «+3 — I'ly l(®^ ”'4"2){o f«+l)“h/i(®+W+2) 

+ ... + ... 1 ... + ... + ...+ 

Thus DiW Coo(o - 1 ) {a—piU (a+ 1 —PiU ) provided that 

(i) (o + 1 )o(a + 1 —piU) (a f 2 -piU)Ci -2Xii/a^(o+ 1 —piU)CQ - o 

or (o + l)(a f2— P2c/)f| -2Xit/oCo“ 0,1/0 +l7^:p,tt 

(ii) (o+2)(o + i)fa+2-paf/)(a+3 -Pat/)f8-2Xi7/(o + i)* 

(a +2-pat7)f, +{/ ,0(0- 1) +/,o4 /aK =*0 

(««) (« t-3)(«+2)(o+3-^at^)(“ K— 2Xit/(o I 2)* 

(0+3— pat^)fa+Cfi(o + i)a +/ s (a |- 1 ) +^}ri +2A:Xi i/(a r i )ro “ ® 

(w) {a+n+2)(a+«+i)(o+«+2-p,l/) o } n f3-/>ff/)<^„+*-2X,t/ 
(a+« + i)*(o+«+2— p//)f„^j f-Vi{®+«)'®+«—04-^(o+n) +/,)<?„ 

+2A:Xit/(o+/i)c„,i+*%_, :-o, for «'j2. 

Assuming that -> / as «-> 00, we have / —o from the above 

expression. This shows that the series thus ob*^aincd will be abso- 
lutely and uniformly convergent for all values of Xi. 
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Now our indical equation is i){a~ p2U){a-\- \ — pflj) - 0 . 


which gives n.-=ifip^U&.pfJ—i. 

Case (t). If pjf/isnot an integer, the four solutions arc 


and 


« p,r-i 


Case (ii). If p^U~ 0 ,J, or any other integer, the solutions may be modi- 
fied according to the method of Frobenius. 

Now we have to find the Particular Integial of (12). 


Here 


A 


F/" V/' 

F," F." 


1 

V^ 


V,' 

F, 


V T'” 

F," 

y^ 

V, 


yf 

JV 

F, 


rA,f/Ar|-f-(p2f/-3) , 

J •’^1 * 

and its value is ce =cx{^{p^U - 31 f/Aj, ..c being a constant. 

Let Ay be the minor of F^'" for r= i, 2, 3 & 4. Then the Paiticular 
Integral is given by 

'■J ;fi^A 


The expression within the Integral is of the form 

e**x dxi and this can be solved. 

Thus we get the solution of (12) to be 

4 „ f _ fi 2 „Ar ' 



194 


Sanh Ram Mitkfrjef 


Hence a compleiesolulion of the problem under cmshlerat on can 
be found 

My f,iaterul thinks arc due to Prof A C liancrii under whom 
I have woikcd out this problem 

Refncncfs 
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HUMUS AND GOAL AS MANURES 

By 

ll Dh \r 

Manuring with Nitrogen Rich Compounds and Loss of 

Nitrogen 

Fiom ancient times nin d n ittei 1 k< bl< )d fisJi bone meal, 
tankage, wool residues, meat icsidius gumo human excicta tk 
has been used as manure, but th( mccliduism <r their action has 
been cleared up only m icrml i Tin c n bon intiugen ratio 
of these substances is less th m 10 md \vl tn tint uc mixed witl 
soil, the carbonaceous lompoiu d iiid the piiUms irt oxidized 
with the liberation of caibondicMdt and imnuiu which m its 
turn is further oxidised to nitritt ind iiitrxtt wlmh is the chief plant 
lood material The above mentioned substmees arc known to be 
furly quick acting m inures in ciop pioduction Reseiiches canud 
on m the Allahabad University h ivc cst iblishcd th it whtn nitioj tnoiis 
fertilizers are added to the soil, i good dtil is wasted as nitrogen gas 
without benefit to the ciop or soil AAihtn 100 lbs of ammonium 
sulphate arc added per acre of land undti cultivation about 40 lbs 
are available to the crop, but 60 lbs arc wasted as nitrogen gas under 
ordinary conditions of cultivation In our iccent experiments the 
ibllowing results have been obtained with dificicnt nitrogenous sub* 
stances 
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Substances 
mixed with 
soil 

1 

Pi nod ot 

Loss of nitio 
gen "/( 

Pcicentagc loss ot 

1 ofnitiogen inun't 
1 time (per month) 

exposuie 

1 

I ighl 

Duk 

1 

Light 

1 

1 Dtik 

(1) Ammoniun' 
Sulphate 

2 noath 

) 

43 2 

ral 

21 1 

(2) Ammoniur 
Phosphate 


67 5 

58 4 

53 8 

29 2 

(3) Ammonium 
Nitrate 


2« 9 

21 0 

14 5 

10 5 

(4) Ammv’ iiuir 
Tartrate 


r 6 

38 3 

23 8 

19 2 

(5) Ammonium 
Oxalate 

a 

i6 b 

28 6 

18 1 

14 5 

(6) Ammonium 
Citrate 

4J months 

69 3 

-»4 8 

22 1 

12 2 

(7) Urea 

5J mouths 

17 4 

1 

10 5 

7 8 

(8) Hippuiu 

Acid 

4* , 

12 i 

21 2 

1 9 1 

5 2 

(9) Gelatine 

45 

H) 1 

23 2 

8 9 

5 2 

(10) Oil-Cakc 

54 

15 9 

1 29 0 

b 0 

5 3 

(11) Blood 1 

b » 

54 1 

1 48 7 

1 9 0 

8 1 


The amount of nitrogen mitidlly piescnt in the above nitiogcn* 
ous compounds varied from about 0 25 gram to 0 5 gram in 100 
grams oi soil. Moreovci, ^Mth such manures acidity is produced. 
With ammonium nitrate better result is expected and obtained be> 
cause half of the nitrogen is m the form of nitrate and hence the 
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loss is less than with ammonium sulphate. With ammonium nit- 
rate no acidic residue is added to the .soil permanently as tlie nitrate 
ion is either absorbed b\ the plant oi Icaihed a\\a> in the under 
ground soil. With sodium oi potassium nitrate certaiiiK better le- 
sults aic expected but when the ( arbonareous .substance in the soil 
is large , there is alwass tlie ])ossibility of the foimation of nit- 
rite and perhaps ammonium salt and thus loss of nitrogen a.' nit- 
rous acid and nitrogen gas specially m at id soils and there is 
considerable leaching with niiintes. Hente the.se inotganie feitilizers 
although they aie q nit k-ai tii g : rd leadiK a^allable in our industrial 
civilisation, do not enritli tie sod peimanently as theie is haidly 
au> addition of humus with smh feitili/tis. The gicat adsanlage 
with sut h fertilizers is that this c; n be addid to the glowing ciop 
or as a top-dre.ssing mattiial and no time interval is needed bctw'cen 
the addition of the feuili/.ei and tl e sowii g ol the crop. Tlie dis- 
advantages arc (1) much los.s of nitiogcn in the gaseous state Sjieei- 
ally with ammonium compounds the pioduttioij of acidity (3) 
leaching (4j no humus addition (.5i and spetialK in our soil W'hich 
is on the alkaline side, there is the po.ssibilii> ol a loss as ammonia 
gas. 

Fixation of Atmospheric Nitrogen in Soil and Formation 

of Humus 

For over twenty-five yeais we have been utilising diffeicnt energy 
producing materials in enriching the soil from the nitrogen point of 
view. We have tried all the sugars and observed that when they 
arc mixed with soil, they ate oxidised finally into carbondioxide 
and water with the liberation of energy which is utilised in fixing 
the nitrogen of the air on the soil surface. If the system is illumina- 
ted by sunlight or artificial light, the light is absorbed by the system 
and the nitrogen fixation is greatly increased. This utilisation of 
light in enriching the soil takes place under natural conditions all 
over the world and appears to be next in importance to photo- 
synthesis in plants. We have utilised all sugars, starch, glycerol, 
nitcrpaper, lignin, butter, melted and clarified bpttcr kpown as Chff 
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in India} and found that all these materials though free from nit- 
rogen undergo oxidation in soil in presence and absence of sun* 
light. In all these cases the nitrogen addition to the soil takes place 
without the addition of niliogcjious manuies. We have also observed 
that molasses, press mud, plant-icsidues, leaves, faim-}aid manure, 
cow-dung, straw, saw-dust itc. with carbon/nitrogen ratio varying 
from 100 to 15 rot only add the nitrogen they contain but fix atmos- 
pheric nitrogen as well. Ihe fixation of nitiogen is greater, the greater 
the carbon /nitiogen latio of tl e (nergy material. In this process also 
sunlight or artificial light is utilised in incicashg the nitiogen status. 
Marked fixation also takes place under sterile conditions. 

It is interesting to rote that greater nitrogen fixation is observed 
with wheat straw than ISeem leaf (Malia Azadiraetta l.iia). Cow- 
dung comes thiid in ordei, il c cfiieienty of nitiogen fix.ition (emount 
of nitrogen fixed per gram of carbon oxidized) being 24.8 with wheal 
straw, 2 1.5 with Necm leaf, 20.5 with cowdung in sunlight. In the 
dark the efficiency is less than half. This behaviour can Le ex- 
plained from the difftrcrce in their carfcon-nitiogen lat'o. 

The carbon-nitrogen ratio of the matwials aic recorded be- 
low : — 

Substances Total Carbon% Total Nitrogen®o C/N ratio 


(1) Cowdung 

8.06 

0.414 


19.44 

9.37 

0.422 


22.20 


6.52 

0.362 


18.00 




Mean 

19.88 

(2) Neem leaf. 

21.31 

0.670 


31.8 

(^Melia Aza* 

18.57 

0.654 


28.4 

diraetta 

Lina). 

17.98 

0.642 


28.0 



Mean 

29.4 


(3) Wheat 

38.06 

0.5742 


66.3 

straw 

38.06 

0.5707 

Mean 

66.6 

66.45 
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It is clear that the greater the carbon-nitiogeuiaticiofthc material, 
the greater is the efficiency ol fixation of nitrogen. 

On the application of faimyaul manure in RothamMcd foi 
a number cf ^eais the sril nitiogcn whiih was oiiginall) 0.122% 
rose to 0.236® i, lioni 1842 to 191 f. Repeated additions of ammonium 
sulphate or ‘odiim riti.itc did rot impro\e the nitiogcn Matus of 
soils at all. Simdar lesults as lecorclcd below wtie obtained by us 
at Allahabad. Mojcomi iheic is n'oic nitiogcn in the soil covered 
with grass than when theic is no glass co\ci : 


Soils 

TdaKl",, Total NHa-N'};, 

MOa N% 

(1) Not tovered with 

glass. 

0 IBb 

0.0388 0.002f 

0.0012 

(2) Coveied w itli gi.i'-s 

0 t).v; 

O.fbliO 0.0039 

0.0021 

foi 6 montliS 

0 b')8 

O.tbSb O.0039 

U.0U29 

(3) CovcTcdwilh grass 

for the w Ik le > cai . 

0 791) 

0.0786 t) 0051 

0.0025 

l,t is interesting to 

note that the 

1 (U< ntage ol inliogiii 

in the fields 


rose from 0.0386 to 0 U94idt(i tl t hist appluationol (owdung and to 
0.1517% on the sotoiid addition and to ().20()0°o after the third 
application of cowdung. Ihc coiiespondiiig icsuIts with Neem leaf 
are as follow's : - 

Original nitiogcn content 0.0386% 

After first application 0.0628% 

After Second application •• •• • 0.0815% 

After third appUcatipn ' 0.1021% 

The foregoing - results show conclusKcly that repeated appli- 
cation of cowdung and neem leaf cniirh the soil markedly by 'ncrea- 
sing its nitrogen content and humus In fixation of nitrogen and re- 
taining the added nitrogen as well, i.c., tlic nitiogcn ol the materials 
added. 


It is estimated that 35 billion kilogri.ms, i.e., 34750 million tons 
of cellulose containing 13750 million tons of carbon are added every 
year to the earth, from our experiments we find that 40 % of the 
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carbon is oxidised in our climatic conditions in four or live months 
and even if the same amount be taken to be oxidised on the surface 
of the eaith in the whole year , it would mean that 5500 million 
tons of carbon arc oxidised e\ei) )ear. On a moderate estimate of 
15 mgms. nitiogen fixation pei gm. ofcaibon oxidised in sunlight about 
82.5 million mettic tons of nitrogen are added to the earth by fixa- 
tion provided 40 % of the carbon added is oxidised. We can conclude 
that out of total 82.5 million tons at least 50%, i.e., 41.25 million 
tons of nitrogen are fixed in soils by absorption of solar light. The 
total output of nitrogen fixed sj nthetically in the factories of the 
world in 1937 was 3.54 million tons, i.e., l/12th. of what is obtained 
by fixation under natural conditions b) the utilization of sunlight. 

It is interesting to note tliat although the velocit) of oxidation 
of organic matter in sterile condition is smaller than in unsterile con- 
ditions, the efficiency of nitrogen fixation in sterile conditions is of the 
same order as that obtained in the unsterile cxpeiiments as,^is clear 
from the following data : — 


Condition 

1 

1 

1 y 

1 ^ 

' .SS 

< 

' a 

Pci iod of expo- 
sure (Months; 

T 

Carbon oxidized® c 
during the w'hole 
period 

Carbon cxidizcd% 
during one month 

Amount nitrogen- 
fixed in mgm. per 
100 gms of soil 

Efficiency in sun- 
light 

Unsterile 

Gowdung 

4 

1 

0.475 

1 

0.119 

9.8 


Steri'e 

Cowdung 

4 

0.303 


4.6 

15.2 

Unsterile 

1 Necm leaf 

4 

0.402 


9.1 

22.6 

Sterile 

i 

Neem leaf 

4 

0.221 I 


• 2.8 

17.2 

Unsterile 

Wheat straw 1 

t 12 

0.605 


14.2 

23.8 

Sterile 

> 

Wheat titraw 

1 

12 

0.319 


5.5 

17.4 
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tnfluence of Light oa Nitrogen Fixation hy Axotobacter 
in Presence of Galciom Carbonate 


In 1941 Dhiir and Srsliarhai} ulu ^Piot. National Acadcm\ 
(if Sciences, Indill 1941, 11, 97) icpoitcd the fixation of 11.75 milli- 
grams of nitrogen in light and 18.5 milligrams in (he daik in 100 
cc of mannitol in tap water containing 2 grams mamiitol, 0.02 
grm dipotassinm hydrogen phosphate and 1 gram calcium carbonate 
containing a pure cultuic ol Azoiobaitei after expo'-uie for sixty -thicc 
days to sunlight and a (oniparalive set toscicd uith black cloth. 
At that time the carbon remaining unacted upon s\as not estimated 
and hence the effuiency , i.e., the amount ol nitrogen fixed per gram 
of carbon oxidised could not be detei mined. Recently Dhai and 
Ghildyal have extended these expeiinients and ha\e obtained the 
following results using the same medium aftei innoculating with an 
Azotobacter culture : — 

After 6 month’s exposure in April to September 1949. 
500 cc containing the abo\e materials and Azotobacter were used 
in these experiments 

LIGHT DARK 


Carbon oxidised 1.3 giam. 

Nitrogen fixed- 20.8 milligiams. 

Efficiency —16 milligi.tms. 
per gram of carbon 
oxidised. 

After 65 days’ cxposuic 
January 1950. 

LIGHT 

Carbon oxidised- 2.02 giams 
Nitrogen fixed— 25 milligrams. 


Carbon oxidised - 1.4 giam. 

Nitrogen fixed 17.5 mgms. 

Efficiency -12.5 mgnw. 
per gram of caibiin 
oxidised. 

m Xo\ ember, Dei ember 1949 and 

DARK 

Carbon oxidised 2.17 grams. 
Niliogen fixed— 24 milligrams. 
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Efficiency per —12.4 milligrams. 

gram of carbon 

oxidised. 


Carbon oxidised — 2.174 grams. 

Nitrogen fixed -19.75 mgms 

Efficiency - 9 mgms per gram 
of carbon oxidised. 


Efficiency per — 1 Imilligrams. 

gram of carbon 

oxidised. 

December 1949 and 

dark 

Carbon oxidised — 2.011 grams. 

Nitrogen fixed— 16 milligrams. 

Efficiency— 7.9 mgnis per gram 
of carbon oxidised. 


After 1 li) days’ exposure in November, 
January and February 1950. 

LIGHT 


In the last two sets of experiment, the carbon added as manni” 
tol was 3.054 gms but the whole was not oxidised even in 110 days. 

It is clear, therefore, that the efficiency of nitrogen fixation in 
presence of calcium carbonate wdth a culture of Azotobacter fed with 
mannitol is appreciably greater in light than in the dark due to the 
absorption of light by calcium carbonate although the carbon oxi- 
dized in two cases is slightly less in light than in the dark. 

Hnmus in composts is less than in direct addition of plant 
materials to soil without composting. 

The composts prepared aceoiding to the Indore method contain 
about 0.9 % nitrogen and about 13% carbon and potash, phosphate 
and other minerals. In other words, if one ton of such a compost 
is added per acre of land, we arc adding approximately 18 lbs of 
nitrogen and about 220 lbs of carbon as humus and some potash, 
phosphate and other minerals. A part of the nitrogen of the compost 
is actually available to the crop. One ton of such compost per acre 
does not provide the adequate quantity of nitrogen for a good crop 
yield. On the other hand , if one ton of wheat straw containing 
0.6 % nitrogen is added to the soil before composting it adds 13 
lbs of nitrogen and 1000 lbs of carbon. A good deal of this carbon 
is oxidised in three or four months. This may lead to the fixa- 
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tion of about 20 lbs of additional nitrogen Hence, 1 ton of unde- 
composed wheat straw adds to the soil almost double the nitrogen 
and humus obtained with the composted material But in this case 
a time interval should be given between the addition of straw and the 
growing of a crop 

In other words, a new method of manuring land with carbohy- 
drates, celluloses, lignins or any energy material with a carbon/nit 
rogen ratio much greater than 10 has been developed So lir materials 
with carbon nitrogen ratio greater than 10 were allowed to ferment and 
undergo oxidation as in composting, and when the carbohydrates 
and other energy materials weic partially oxidised and the carbon/ 
nitrogen ratio of the materials approached 10, the product was used 
as a compost in top-dressing in cultivation But we have been 
able to establish that all energy materials when added to the soil 
enrich it from the humus and nitrogen point of view and m this 
process the energy of oxidation as well as soLr light is utilised 
for soil improvement, by fixing the nitrogen of air and this is the 
chief source of soil nitrogen all over the world 

With substances like urea, blood, guano, gelatine, wool-rt- 
sidue etc , the carbon/nitrogen ratio being less than 10, favourable 
effect to crop production is observed when the crops are grown within 
two or three weeks after the addition of such manures With these 
manures also there is a marked loss of nitrogen m the gaseous state 
although there is the formation of a certain amount of humus de- 
pending on the carbon/nitrogen ratio of the manure The greater 
the carbon /nitrogen ratio of the starting materials the greater is 
the production of humus and greater is the residual efiect 

Oil-cake should be cheap m tropical countnes and should prove 
to be a good manure as the carbon-nitrogen ratio of most oil-cakes 
18 of the order 10 1, * #, the composition is practically the same as 
that of soil humus, but the difficulty of the oil-cake is that the oils 
present in such cakes are oxidised in the soil with great difficulty 
It seems that they form oleates, palmitates, stearates of calcium, iron, 
aluminium etc which are very sparingly soluble in water and are 
A 49-1— 2 
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not readily oxidised. Since the carbon/nitrogen ratio is practically 
that of soil humus and because the oil-cakes lemove the alkalinity 
of our soils which are on the alkaline side as in the north of India, 
they should be extensively used in this country provided the price 
is not too high. They contain 5 — 7% nitrogen and can readily fix 
nitrogen when mixed with cither molasses or plant leaf. 

Hnmna Formation with Solnble Carbohydrates, Glycerol 

and Fats. 

Molasses, press-cakes and other waste materials of sugar industry 
can fix nitrogen leadily in our soils within a month or so. With 
alkali soils they are specially beneficial. Although there is no cel- 
lulose or lignin in such materials but there is appreciable humus 
formation and residual effect because of the formation of unstable 
compounds containing carbohydrates and proteins. The proteins 
are formed by nitrogen fixation either through the intervention of 
micro-organisms or from physico-chemical agencies. The generally 
accepted view is that humus consists chiefly of ligno-proteins but 
the humus obtained from molasses is a good source of nitrogen to 
crops and creates residual effect in soils, specially marked in paddy 
cultivation. In the animal body the whole of the carbohydrate in- 
gested is not oxidised but a part is preserved as glycogen. It is worth 
while examining whether the glycogen is in combination with the 
body or food protein or not. We have frequently observed that when 
molasses is added to our soils neutral or allmline either in fields 
or in dishes the G/N ratio which after the addition of molasses may be 
very high but it tends to become 10:1 in course of time showing 
the formation of humus in such soils. Similarly when glycerol or any 
other carbohydrate or fats are added, the carbon/nitrogen ratio 
converges to 10:1 in time, although, the quantities of carbon and 
nitrogen present are greater than those in the original soil. Hence 
humus formation is possible with carbohydrates, glycerol, &ts etc. as 
with cellulosic materials, lignins, cotton-wool, filter-paper, leaves 
etc. 
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No Decrease in Available soil Nitrogen on Addition of Sugars, 
Starch and Glycerol to Tropical soil. 

The most important point with soluble carbohydiatcs, gly- 
cerol and starch as manures in tropical soil is that the a\ailablc 
nitrogen goes on increasing from the vety beginning, the ammo- 
nincal nitrogen goes On increasing steadily, the nitrate nitrogen never 
goes down, remains stationary for some time, but increases later 
on. This behaviour of soluble carbohydrate manuring in our 
country is in marked (ontiast to the existing literature in Europe and 
in Hawai where maikcd fall of nitiic nitrogen has been observed on 
the addition of sugar to soil. With ccllulosic oi ligno-cellulosic 
materials and fats in tropics theie is an initial fall of ammoniacal 
and nitric nitrogen. The manuring value of soluble carbohydrates 
is much quicker than with celluloses, lignins and fats, as will be evi- 
dent from the following tables.: — 

Plot* 4 feet X 4 feet Gontuisuiig 10 kgms akiolassee 

LIGHT 


Date 

NHa-N 

% 

___ 1 

NOa-N 

% 

13-2-1937. 
(Original soil) 

0.0006 

0.0014 

9-3-1937 

0.0012 

0.0016 

26-4-1937 

0.0016 

0.0016 

12-7-1937 

0.0028 

0.0016 

25-9-1937 

0.0019 

0.0017 


Total 

N% 

J Total 
carbon 
% 

.Vzotobacter per 
gm of dry soil 
in millions. 

.Total Bacteria 

1 per gm of dry 
j soil in milli- 
1 ons. 

0 0310 

0.3472 

0.9 

12.0 

0 0344 

1.7708 

12.5 

1 38.0 

1 

0.0388 

1.4136 

75.0 

245.0 

0.0456 

0.6875 

155.0 

385.0 

0 0461 

0.4728 

115.0 

305.0 


Nitrogen fixed per gram of carbon oxidised — 8.9 mgm 
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DARK 


Date 

NHa-N 

% 

NOsN 

% 

( 

Total 

N% 

f 

Total 

carbon 

% 

a,'l 

o 2 

|l.s 

TW 

§?•! 

mi 

H 

1^-2-1937 i 

(Original soil) 





1.0 

13.0 

9-3-1937 



0.0328 

1.7732 


48.0 

26-4-1937 



0.0394 


120.0 

365.0 

12-7-1937 



0.0375 


290.0 

615.0 

25-9-1937 

0.0013 


0.0388 

0.4468 

315.0 

645.0 


Nitrogen fixed per gram of carbon oxidised — 3.56 irgm. 

1 Kilogram of soil plus 20 grams of filter paper 

LIGHT 


Date 

NHa-N 

% 

f 

NOa-N 

% 

Total 

N% 

1 

Total 

carbon% 

Moisture 

% 

Azotobacter per 
gm of dry soil 
in mUliou. 

30-10-19^6 
(Original soil) 




0.567 

2.2 

2.4 

22-12-193& 




« • • 

3.8 

3.7 

20-M937. 




• a * 

3.1 

7.7 

20-$-1937. 




• •• 

3.0 

• 12.5 
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Date 

NH3N% 

1 

[ 

NO,-N 

% 

1 

Total 

N% 

Total 

carbon% 

1 

Moisture 

% 

Azotobacter per 
gm of dry soil 
in millions. 

7-5-1937. 



0.0664 


3.5 

20.5 

7-6-1937, 




... 

3.1 

27.2 

8-7-1937. 



0.0666 

0.7012 

1 

... 

18.0 

13-9-1937. 




0.6704 

• « • 

12.0 


Nitrogen fixed per gram of carbon oxidised — 18.1 mgm (Calculated) 

1 Kilogram of soil pins 20 gmo filter paper. 

DARK 


1 






“•a 

H « 

Date 

NH,N% 

NO,-N 

% 

Total 

N% 

Total 

carbon% 

\ 

Moisture 

% 

Azotobacte 
|[m of dry 
m million 

30-10-1936 

0.0011 

0.0020 

0.0540 

0.5670 

2.2 

2.4 

(Original soil) 
22-12-9136 

0.0007 

0.0015 

0.0540 


4.8 

4.3 

20-1-1937 

0.0006 

0.0012 

0.0540 


4.2 

5.7 

20-3-1937 

0.0006 


0 0552 


4.0 

, 25.5 

7-5-1937 

1 

0.0006 


0.0567 


3.0 

60.0 

7-6-1937 

0.0006 


0.0575 



80.0 

8-7-1937 

0.0007 


0.0583 



' 92.5 

13-9-1937 

0.0006 i 


0.0608' 

0.6486 


145.0 


Nitrogen fixed per gm of carbon oxidised 9.2 mgm (Calculaied ) 














14 


N. k. Dhaa 


1 Kilogram soil plus 20 gms butter 

LIGHT 


1 

1 





III 

*3 'si 

Date 

NH,N% 

NO,-N 

% 

Total 

N% 

Total 

carbon% 

Moisture 

% 







111 

13-10-1936 
(Original soil) 

0.0014 

0.0032 



1.8 

5.1 

14-11-1936 

0.0015 

0.0032 


1.4195 

2 6 

5.8 

15-12-1936 

0.0016 

0.0032 


1.3883 

3.1 

7.6 

13-1-1937 

0.0014 

0.0029 


1.3497 

1 3.5 

1 

9.5 

18-2-1937 




1 1.1968 

1 3 0 

12.0 

11-5-1937 






35.0 

11-9-1937 







12-10-1937 





3.2 

15.6 


^^itrogen fixed per gram of carbon oxidised — 10 07 mgms. 

1 Kilogram soil plus 20 grams butter. 

DARK 




1 





Date 

NH,.N 

% 

NO,-N 

% 

Total N 
% : 

Total C 

% 

Moisture 

% 

Azotobacte 
gram of 

soil in mill 

13- 10-1936 
(Original soil) 

14- 11-1936 

0.0014 

' 0.0032 

0.0570 


1.8 

5.1 

0.0014 

1 0.0032 

0 0570 

1.4564 

3.9 

6.6 


soil in millions 1 lo^ooooiooo*— • in millions. 
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1 

Date 

1 

I 

NHs^N 

s>/ 

/o 

1 1 

1 

1 

1 

nh,_n 

% 

Total N 

1 % 

Total 

Carbon 

Nioistun 

% 

Azotobacter per 
gm of dry soil 
in millions. 

15-12-1936 

1 ! 

0.0015 1 

1 

1 0.0030 

0.0570 

1.4278 

4.0 

8 5 

13-1-1937 

0.0002 

0.0028 

0.0570 

1 3962 

4.4 

14.6 

18-2-1937 ^ 

0.0007 

0.0021 

0.0583 

1.2854 

4.0 

20.0 

14-5-1937 

0.0006 

0.0010 

0.0591 

1.0952 

4.0 

50.0 

11-9-1937 

0.0006 

0.0900 

0.0600 

0 7456 

1 3.5 

70.0 

12-10-1937 

0.0007 

0.0009 

0.0591 

0.6036 

3.8 

58.8 


Nitrogen fixed per gram of carbon oxidised — 4.22 mgm. 


Nitrogen Fixation and Humus Formation are Q,aicker 
aod Greater in sandy soils tlian in clay soils 

When sand is used as medium, the nitrogen fixation is much gi eater 
than with soil as the nitrogen content of sand is much smaller than 
that of soil. The following results have been obtained using sand as 
a medium : 


100 gms sand with different amuonts of energy materials* 

Exposure 2| months. 
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Substance 

%C 

Initial 

%iN 

Initial 

. 

%c 

Final 

%N 

Final 

Efficiency 
i. e. nitro- 
gen fixed in 
milligrams 
per gram 
of carbon 
oxidised 

Butter Light 

1.2846 



0.0164 

28.3 

„ Dark 

1.2846 


1.1543 

0.0122 

15,9 

Lactic Light 

1.3113 


1.0066 

0.0181 

25.3 

acid Dark 

1.3113 


1.1387 

0.0130 

14.8 

Mustard Light 

1 . 3099 


1.0388 

0.0221 

26.5 

oil Dark 

1.3099 


1.1634 

0.0169 

14.1 


Expisure 5 mcnths. 


ButtCi Li^ht 

1.2846 

0 0101 

0 8540 

0.0228 

27 

„ Dark 

1.2846 

0.0101 

1 .0355 

0’.'0138 

15 

Lactic Light 

1.3113 

0.0104 

0.7211 

0.0246 

( 24.1 

acid Dark 

1.3113 

0.0104 

0.9935 

0.0149 

14.1 

Mustard Light 

1.3099 

0.0148 

0.8086 

0.0274 

25 

oil Dark 



1.3099 

0.0148 

1.1114 

0.0187 1 

13 


7^ When soil is used instead of sand as medium the above sub- 
stances as energy materials the efficiency of nitrog^ fixation both in 
light and dark becomes much less as is evident ^om the following 
rcfults;^ 
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100 grains soil mixed with different amounts of energy 

materials. 

Exp )sure for 4 months 


Substance 

%C 

Ini ial 

inikial 

%c 

Final 

%N 

Final 

Efficiency 

Butter Light 
„ Dark 


0.0410 

0 0410 

1 .0752 
1.2072 

0 0445 
0.0419 

12.3 

6.2 

Lactic Light 
acid Dark 

1.3734 

1.3734 

0 0411 

0 0411 

0.9912 

1.16i#3 

0.0453 

0.0423 

10.9 

5.9 

Ml'S ard Light 
o’l Dark 

1.33/4 

1.3374 

0.04(8 ' 
0.0408 

' 1.0518 

1 1.1786 

0.0443 

0.0418 

12.2 

6.4 


Expcmre for 8 months 


Butter Light 
„ Dark 

1.3548 

1.3548 

0 0410 
0.0410 

0.8213 

1 C810 

0.0474 

0.0427 

12 

6.2 

Lactic Ligitt 
acid Dark 

1.3734 

1.3734 

0.0411 

0.0411 

0.6709 

0.9786 

0.0486 

0.0434 

10.7 

5.8 

Mustard Light 
oil Dark 

1.3374 

1 3374 

0.0408 

0.0408 

0.7933 

1 .0034 

0.0473 

0.0427 

11.9 

5.9 


These results show that witb sand which is more porous than 
soil the velocity of oxidation of Oiganic matter both in light and dark 
is greater than in soil. Morcovei, the total nitrogen content being 
smaller than in soil the efiCiciency of nitrogen fixation is greater in 
sand than in soil; a sandy soil can be more readily enriched from 
the nitrogen stand-point by the addition of organic matter than a 
clay soil, but the nitrogen fixed is Ipst more readily from sandy soils 
than fix)m clay soils. 

A 49 - 1-3 
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The foregoing experimental results show that when moksses 
which is readily soluble in water and rich in carbohydrates is added 
to the soil even after a month, the ammoniacal nitrogen, total nitrogen, 
Azotobacter numbers and total bacteria increase markedly both in 
light and in the dark. The nitrate nitrogen remains stationary at 
the beginning, then it increases. At no stage in the fixation of nit- 
rogen on the addition of sugais, molasses, starch, glycerol etc., the 
sum of ammoniacal and nitric nitrogen, that is available nitrogen 
goes down in our soils although the total bacterial numbers go on 
increasing markedly. This behaviour is in marked contrast to tlie 
observations in temperate countries where sugars, when added to the 
soils, are known to reduce the nitric nitrogen content of soils. This 
is explained from the viewpoint that the sugars supply the energy 
requirement and cell materials for the multiplication of the bacteria, 
which absorb the available nitrogen from the soil for the formation 
of microbial proteins. It appears that in our soils the soluble 
carbohydrates are oxidized much more readily than in soils of temperate 
countries and in this process marked nitiogen fixation takes place 
both in light and in dark and the available nitrogen used up for the 
formation of microbial protein is more than compensated by the 
formation of available and total nitrogen due to the fixation of atmos- 
pheric nitrogen. The proteirs foimedin nitrogen fixation are also 
readily oxidized to available nitrogen in cur soils. The available nit- 
rogen and the sugars being readily soluble in water exist in the 
aqqeous solutions and also partly adsorbed on the soil surface. 

DaorMiM of available aitrofen with oellnlosea and fate al- 
tlumgh there ia much of fixation. 

On the other hand, although, there is nitrogen fixation by 
mixifig lignin, celluloses and fats with soil as recorded above and the 
total nitrogen inaeases, there is no increase of ammoniacal cx nitric 
nitrogen Sor a long' time. It appears that the available soil nitrogen 
in these cases is partially taken up by the increased number of micro 
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organisms for their microbial protein. The velocity of the oxidation of 
cellulose, lignin and fats in the soil is much smaller than with soluble 
carbohydrates and hence the fixation of nitrogen and the foimation 
of protein and available nitrogen with fats, lignins and celluloses are 
much smaller in an unit time than with soluble carbohydrates. More- 
over, a part of the available nitrogen may also remain adsorbed not 
0. ly on the soil surface but also on the unoxidised fat or cellulose 
or lignin which are irsoluble in water. Hence in this latter case there 
is fall of available nitrogen, although thcic is incieascof total ritrogen. 

The foregoing observations arc strongly supported by the recent 
experiments of S. Mattsen and E. Koutler-Arders‘'on (Ann. Agr. Col. 
Sweden 11 , 107-134, 1943) and E. Bennett (Soil Science 1949. 6 ^ 
399) who have reported that ammonium hydroxide is strongly adsorbed 
by lignin and other organic substances when they are mixed with 
ammonium hydroxide and a current of oxygen is passed at 25* for 
150 hours. The solution or suspension of lignin during the treat- 
ment became very dark. When complete methylation had preceded 
oxidation, lignin was insoluble and there was no change of colour. 
The ammoniacal nitrogen was 33% of the total nitrogen adsorbed. 
These workers have shown that a part of nitrogen adsorbed was resis- 
tant to the action of 72% sulphuric acid and strong alkaline solutions. 
A relatively high percentage of nitrogen added during oxidation re- 
mains bound even after drastic methylation. These results throw 
considerable light on the marked stability of the nitrogen compounds 
present in coals which are formed from cellulosic and lignin matter 
present in plant materials. 

Nitrogen Fiamtion, hnmas Formation and reaidnal 
effect of a manure* 

A few years ago, in an article in “Nature” (Vol. 151, 338, 
1943) I stated that the residual effect of a manure will depend on 
its power to fix atmcspl cric nitrogen. Such materials show rcM- 
dual or beneficial effect to a succeeding ciop. Tins view point will 
be clear horn the following considc ration s: — 
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When ammonium salts or nitrates are added to the soil, a bettei 
crop yield is obtained, but these materials hardly add rry humus 
which require*: both carbon and nitrogen. In such a case hardly 
any nitrogen is saved for the next crop. On the other hand, when 
urea, blood, rotten fish, wool residue, guano etc., which are nitrogen 
rich materials with a ratio of caibon/nitrogcn less than 10, are 
added to the soil, fairly rapid nitiate formation takes place and 
the crop sown after a month or so, is berc fitted. Due to the presence 
of a certain amount caibon in the compound an appicciable 
amonnt of humus, rich in fats, protcirs and microbial cells, 
may be stored in the toil arda small icsidval effect may be observed 
in the succeeding crop, provided the time interval between the 
sowing of the crop and the addition cf the marure is not large. If 
the time interval is large, the humus may be oxidised and the whole 
of the nitrogen may be lost. Similarly, leguminous green manures 
with a car bon/nitrogen latio of 10 to 13 actually add a large amount 
of nitrogen to the soil, and if the acidity is not large, with a time 
interval of two or three months, a better ciop may be produced. 

But the residual effect in thn case is not likely to last long. As 
a matter of fact, no practical farmer has reported any residual effect 
with substances like blood, urea, nor even in the case of composts. 
The Rothamsted results with green manure like clover show that the 
residual effect lasts for 3 to 4 years at most. On the other hand, 
with farmyard manure with a carbon/nitrogen ratio of 20 or more, 
the residual effect is more permanent. 

In all our experiments with materials like molasses with 
a carbon/nitrogen ratio of about 40 or more, cow>dang (C/N ratio 
20), neem leaf (C/N ratio 25), wheat straw (C/N ratio 65) etc., we liavc 
always obtained marked fixation of nitrogen and humus formation 
both in light and in dark. Since wdth tlicse materials added to the 
soil not only the humus corresponding to the originally present ritro* 
gen^ but also an additional amount correspondirg to the fixed nitro* 
jgen is added, it is clear that with these materials the total nitrogen 
and humus added to the soil always exceeds the nitrogen and humus 
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actueilly added in the manure. Specially in cold countries where the 
oxidation processes arc slow and the carbon/nitrogcn ratio of the 
starting materials is high, the fall cf the carbon/nitrogen ratio in ore 
year may not be much and the carbon /ritrogen ratio may not reach 
the value 10 to 1. Hence the fixation of nitrogen and formation of 
humus may continue even in the second or third year after the addi- 
tion of carbonaceous compounds. Since the carbonaceous compound, 
act as a marked protein sparer in soil as in the animal body, the pro- 
cesses of ammonification, nitrification etc., of the protein matter are 
slowed down ard losses of nitrogen will be reduced to a mirimum due to 
the presence of the carbonaceous compounds. Therefore, in the -e cases 
subsequent crops will be benefitted even without the addition of ary 
manure as is observed in the classical Rothamsted experiments and 
elsewhere. 

In composting, the aim is to save the nitrogen present in the material 
and to add it to the soil with approximately ten times its weight of 
carbon along with minerals ard microorgtrisms, that is, in the form 
of humus. But in most experiments with composting, there is loss 
of nitrogen in addition to its being tedious and troublesome, as observ- 
ed by workers all over the world. 

The only difirculty in tl c direct addition of plant matenals is that 
a time interval is needed bciween the addition of the carboraccous 
substances and the sowing of the crop. But with molasses at the rate 
of 10 tons per acre, a time interval of 5-6 weeks is quite adequate 
in our country. With cow-dung six weeks is adequate and with 
Ncem leaf 6-7 weeks. But straw requires 10*12 weeks. In cold 
countries the peiiod may be about double of that in tropical regions. 
If our aim is to draw one crop eveiy year, the addition of carbonaceous 
substances like farmyard manure or green plent residues at the rate of 
8-10 tons per acre should work with a time interval of about six months 
and should produce beneficial results even in temperate climates. If 
the time interval has to be minimised, a few pounds of urea, blood or 
inorganic nitrogenous manures per acre (say 20 — 25 lbs per acre) 
should prove effective. 
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It is interesting to note that stubble and roots that arc left in the 
fields after harvesting supply the following amounts of carbon to the 
soil per arre in pounds : — 

Oats (1877), wheat (1914), rye (1730), barley (2186), red clover 
(3833) and lucerne (4610). 

It has been reported in the dry farming sections of Nebraska 
by Russel in 1929 that an increase in available nitrogen effected by 
a legume may increase ciop growth but may cause the reduction of 
soil moisture. Ibis accounts for the tendency of crops to “fire” 
when following alfalfa. On tbe other hand, the addition of cellulose 
rich materials may cause a deficiency of available nitrogen. A solu- 
tion of tbe problems consists in supplementing the use of nonlegumin- 
o us materials with suitable nitrogenous fertilizers. 

Hamas liberates nitrate more slowly than ammoniam s alts 

Since 1920 we have shown that a substance which is capable 
of taking up oxygen can readily retard tbe oxidation of another subs- 
tance when mixed with it. This is a perfectly general phenomenon 
and is applicable to reactions in vitro^ in the animal body, in the plant 
as well as in the soil. More than fifty years ago physiologists observed 
the marked protein sparing capacity of carbohydrates in the animal 
body. In a number of papers we have shown that organic substar>.ces 
like molasses, sugars, cellule :e contairirg materials like leaver, phnt 
residues, fats etc. markedly retard the velocity of oxidation of proteins, 
urea, amino acids, ammonium salts etc., when added to the roil. In 
the rapid oxidation of nitrogenous compounds there is marked loss of 
nitrogen in the gaseous state due to the formation and dcccroposition 
of the unstable substance, ammonium nitrite, which is an intermediate 
product in the processes ofammonificationand nitrification of nitrogen- 
ous compounds. Hence nitrogenous compounds when mixed with 
carbonaceous compounds, as in humus undergo slower oxidation and 
libetate ammonia and nitrate for a longer period for tbe benefit of 
the crop than in the absence of carbonaceous materials. Moreover, in 
the slow liberation of nitrates, the danger of leaching is less. The 
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foregoing considerations clearly explain why ammonium salts or 
nitrates do not improve the nitrogen status of soils but organic manures 
can do so and that the nitrogen content can increase pcimancntly 
only when the nitrogenous compounds are associated viith carbon 
compounds. 

From times immemorial, people have used organic compounds 
farmyard manure, leaves, vegetable residues in manure heaps because 
of their nitrogen contents. We were the first to emphasise that the 
greater the carbon /nitrogen ratio of such manures the greater is the 
nitrogen fixation and humus formation when mixed with soil. 

Humus in which the car bon /nitrogen ratio is 10 or more can 
liberate ammonia and nitrate for a longer period and more «lowly than 
the same amount of nitrogenous compound added to soil without 
carbonaceous compounds. 

Even to-day, crop production is caused chiefly by the nitrogen 
of the humus present in all soils, as only 3 % of the world crop pro- 
duction has been attributed to artificial manures. In soils of cold 
countries the humus nitrogen is usually 2500 — 30C01bs. per acre in 
the first 9" of the soil and out of this 1 — 2%, t.r.j 25 — 50 Ibsis in the form 
of ammonium salts and nitrates, i e., available nitrogen If to this 
soil 20 lbs. of nitrogen in the form of ammonium ^ulpbate or nitrate 
are added, beneficial tflcct to the crop growth is expected. On the 
other hand, in tropical countries the total nitrogen content in the soil 
is of the order of 1000 — 1200 ibs. per acre in the first 9''. £ut usually 
the available nitrogen is 10 % or more in such soils. Hence the 
available nitrogen in tropical sorls is nearly 100 lbs. per acre. It 
appears that the addition of 20 lbs. cf nitrogen fiem artificral> cannot 
be as effective as in temperate climates where the available nitrogen 
already present in the soil is less. The aim cf scientific and construc- 
tive agriculture specially in tropics should be to increase the hrunus 
capital which readily gives out available nitrogen and minerals requir- 
ed for crop growth slowly without less danger of leaching than with 
artificial manurrs. 
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In forest soils all over the world the humus is greater than in arable 
mineral soils. But the liberation of ammonia and its oxidation to 
nitrate is controlled by (a) pH of the soil (6) the temperature and (r) 
the solar light. In acid forest soils the carbon/nitrogen ratio is much 
greater than 10 and hence the total nitrogen content an 1 it. availability 
is usually not high. 

Add soils have larf^er and alkali soils smaller carbon/aitrogen 

ratios than normal soils 

The carbon /nitrogen ratio in certain forms of humus has been 
a puzzling phenomenon. From a study of data obtained by vatious 
workers, the conclusion was reached that the carbon /nitrogen ratio 
tends to become narrower as the age of the humus increases. 

Studies by previous workers on the influence of soil treatment 
upon the ratio of humus decomposition, as measured by carbondioxide 
evolution show that the carbon oxidation slows down as the pH is 
more on the acidic side. This was also shown by Dhar and Pant in 
“Nature” (1942, 149 , 84). 

When humus has a wide car bon /nitrogen ratio, as in the case in 
soils shortly after receiving large applicatiors of plant materials or 
little decomposed manure or in the ‘ F ’ layer of raw humus forest soils, 
there is still considerably greater liberation of carbon as carbondioxide 
than of nitrogen as ammonia, with the result that the carbon/nitrogen 
ratio of the humus tends to become narrower. When the initial 
ratio was 17.9 — 1, no nitrate was produced in a sand culture. How- 
evex, when the carbon/nitrogen ratio of the humus was 13.1 — 1, consi- 
derable nitrate wao formed. 

Work on mull soils has indicated that acids decrease the carbon 
oxidation and ammonia oxidation markedly. We have been reporting 
for a number of years that the greater the average temperature of the 
soil, thef gieater is the pH of the soil. This is certainly due to the fact 
that organic matter of the plant residues added to the soil in tropical 
countries is quickly oxidised leaving tmall amounts of humus and 
chiefly minerals in the soil. Thus, the pH of soils in Egypt and India 
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is greater than in soils of cold countries. This is a sort of auto-catalytic 
effect, as alkalis help oxidation of carbohydrates readily. On the 
other hand, in acid soils as in cold countries, for increasing oxidation, 
lime or calcium carbonate has been recommended. 

In composting in Indore it has begn found that the pH increases 
as the composting progresses and when the composting firishes, the 
pH is of the order of 7.3 — 7.4. It is interesting to rote that as the 
pH goes to the alkaline side the total nitrogen in humus also in- 
creases. 

Peroxtage of nitrogen in hamns of tropical soils is greater 
than in temperate climates 

This raises a very important issue. Although the total nitrogen 
in tropical soils is low, the percentage of nitrogen is higher than in 
humus of cold countries which arc cn the acidic side. It is clear, 
therefore, that manuring by carbohydrates and cellulosic materials 
for increasing the nitrogen status cf a soil is certainly more profitable 
in tropical or semi-tropical cotmtries than in cold countries, not only 
because the velocity of oxidation of carbohydrate materials is slower 
in cold countries and hence the nitrogen fixation is less pronounced, 
but the nitrogen fixed will be converted into ammonia and may not 
be available to the crop because of the lack of nitrate formation. In 
cold countries it has been repeatedly observed that th'e improvement 
of the nitrogen status of a soil depends on the calcium status as has 
been markedly emphasized by Hudig in Holland. 

If a large dose of lime or calcium carbonate is added, the excess 
reacts with the ammonium salts ard proteins with loss of nitrogen. 
S. K, Mukerji and N. R. Dhar observed that when large quantities 
of calcium carbonate are mixed with molasses and soil, the efficiency 
of nitrogen fixation is less than in pre scree of small doses of calcium 
carbonate. E. V. Scshachaiyulu and N. R. Dhar found that the 
efficiency of nitrogen fixation with 2% carbohydrate and soil in pre- 
sence of calcium carbonate is less than in its absence. Similarly 
C. Pant, H, Xi. Nigam and N,R, Dhar sjrowed that in the study 
A49-1-.4 
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of the loss of nitrogen in the nitrificatiop of ammonium salts, the 
smell of ammonia is obtained when 1 or 2 gms. of calcium carbonate 
are added to 100 c.c. of ammonium salt solution ard the loss of nitrogen 
is less with 1 gm of calcium carboratc. It is clear, therefore, that 
although calcium carbonate and other salts help in the coagulation of 
impervious soils, an overdose produces loss of fertility due to the loss 
of ammonia and nitrogen in the gaseous state. 

S. C. Sen under my direction has worked with a very large 
number of soils collected from different parts of Bihar. His rcsult^ 
show that when the pH values of alkah'rc soils vaiics fiom 9.2 to 8.6, 
the carbon/nitrogen ratio may have the low values 2 .86. 3.41, 3.38, 4 , 15 
etc. Sen has shown that soils collected firm Ranchi (Bihar), 
which is 3000 ft. above sea-level, have pH values ranging from 4.4 
to 5.2 and the carbon/nitrogen ratio varies fiom 11.4 to 20.3. A 
soil sample from Goonoor (Southern India) which is above 6000 ft. 
showed a pH value of 4.8 and carbon/nitiogm ratio of 11.6, the 
total carbon being 1.72% and nitrogen 0.146%. 

In a recent article (Dhar and Pant : “ Nature ” 1942, 149 , 48) 
it was concluded from the experimental results obtained with soi's 
of different countries that acid soils have higher caibon/niliogen ratio 
and alkali SQils smaller carbon/nitrogen ratios than surface neutral 
toils. 

This conclusion regarding acid soils has been supported by receitt 
work. Evans and Rost obtained the following results with Minnesota 
soils : — 

(1) Chernozems ; pH— 6.3 ; C/N— 11.4 

(2) Black prairie soils ; pH—5 .4 ; C/N — 1 1.8 

(3) Pods^^f North Central Regions ; pH— 5.4 ; c/n— 11.8 

( 4 ) Po^LK^of North Eastern Regions ; pH — 4.6 ; C/N — 15.1 

Moreover, Nair (M. Sc. degree thesis, Travaiicore University 
dd45) working with black Kari * soils of Trav^ncore occurring in 
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coastal plains alongside some of the back waters and adjoining tk^ 
Anbain sea obtained the following results : — 

pH— 6.7 ;G/N— 11.1 
pH—5.1 ;C/N— 16.2 
pH -4.5 ; C/N --26.2 
pH-4.7 ;C/N— 27.2 
pH-3.9;C/*N— 30.1 

Renee, the highci the acidity of the soil, the greater the carton 
nitrogen ratio, i.e., the smaller the nitrogen content of the soil. 

Peat) lignite nnd other varieties of coal containing hnmns 

as manures* 

As peat, lignite and other varieties of coal are believed to be form- 
ed chiefly from plant materials which have been used by us for manur- 
ing fields, the former materials should serve as manures also. 

The typical analysis of humic acids prepared from humic coal 
is carbon 60.5%, hydrogen 3.34%, nitrogen 2.03%, sulphur 1.44% 
and ash 1.96%. The nitrogen content of humic acid is due to the 
presence of protein associated with them. Some of the nitrogen in 
the humic acid molecule is considered to be bound cyclically, the 
nitrogen having replaced a heterocyclic oxygen atom. 

By the extraction of soil humus, humic acid preparations and 
peat, substances have been obtained which prove quite defirutdy the 
protein nature of nitrogen in the younger fossils. 

C. A. Weber defined peat as follow;t : — 

“ Peat is an organic mineral formed out of dead cellulose-ricb 
plants by special process of dcccmposition. It is soft in its natural 
moist condition and is very rich m water. Peat contains largely the 
elements, carbon, hydrogen, ox)gen and in addition varyirg amounts 
of nitrogen, sulphur and ash 

Romxs in peat, lignite nnd conle* 

All the peats are rich in lignin-like complexes. It is generally 
assumed that nearly all the nitrogen in peat is in an organic form and* 
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is not readily acted upon by micro-organisms in the undrained peat 
but is acted upon very slowly when conditions are made aerobic as 
by draining. 

In addition to cellulose and pentosans various peats contain also 
hemi-cellulose and hence mannose, galactose, levulose and other pen- 
toses afe ibimed on hydrolysis of peat with dilute hydrochloric acid. 
The carbohydrates present in peat when mixed with soil and allowed 
to oxidize partialy cause nitrogen fixation. 

During the formation of peat the woody matter becomes more 
or less disintegrated and the structure of the mateiial both physical 
and chemical is greatly altered. This piocess is chiefly biochemical, 
the major part of the disintegiation beirg brouglt about by the action 
of micro-oiganisms and fungi. The biochemical process may cease 
with only partial decomposition of the woody texture, leaving the peat 
in such condition that lignite or woody coals are formed later. 

The second stage in the foimation of coal is bi ought about by 
dynamo-chemical processes which greatly alter the physical and chimi- 
cal properties of the hydrated peat formed during the biochemical 
decay. A further step is brought about by the applcation of inter.se 
prosure oflcn resulting from an upwaid thrust of the earth’s crust 
causing a further loss of water accompanied by liberation of carbon 
dioxide, carbon monoxide and other gases. The coal decreases in 
volume and is cemented together depending upon the temperature 
and pressure conditions thus yielding the different types of coals. 

Nitrogenous compounds In coal 

In the coalification process nxuogcn oiiginally present as amino 
or groups is converted to some otlier non-basic form which is 

not extracted by mineral acids. The niucgcn fiom younger fuels 
is rcmovesEble by mineral acids. It is believed that during coalificalion 
the;reactive amino and imino groups which are present in the younger 
fiieli are involved in reactions with other groups such as carboxyl, 
hycboxyl, carbonyl and methoxyl which convert the basic groups 



Humus and Coal as Manum 


i9 


into non basic gi'oups, the nitrogen being heM in a heterocyclic 
or else linearly linked between units of sudi complexity and nega- 
tivity that the nitrogen loses its basic properties. 

Evidence indicates that a large part of nitrogen in humic acid is 
also bound cyclically. From studies of solvent extraction, vacuum 
distllation, combustion, oxidation, hydrogenation, halogcnation and 
hydrolysis of coals of various ranks, the nitrogen in coal can be pictured 
as being present mostly in a hetero-cyclic linkage. 

It is well known that lignin is the material which icsists oxidation 
much more than other carbohydrates. Even lignin when mixed 
with soil undergoes oxidation. Peat which is rich in lignin-like 
complexes fixes nitrogen and reclaims alkali foil. Simila)iy lignite 
and brown coal should be effective for both the pui poses. Bitumin- 
ous and anthracite coal should be less reactive. Very finely powdered 
coals of all types should be able to supply nitiates to the soil by slow 
oxidation of the hetero-cyclic and other nitiogcnous compounds and 
also fix the nitrogen of air. This must occur much more so with peat, 
dopplerite and biown coal rather than with anihiacite coal. In our 
recent experiments carried on with peat, brown coal (lignite) and 
bituminous coal in a finely divided condition mixed with soil, nitrogen 
fixation is obseived more iii light than in dark. We have also observ- 
ed a marked beneficial efifect of these mateiials on crop production 
with normal soils and in the reclamation of alkali soils. 

It is beKeved that in composts about 8 — 10 % of the total nitrogen 
is in the available form and hence compost is a quick acting manure 
in comparison with coal, which is certainly moie arcient and inert 
than the humus in most soils. But if the coal is vei 7 finely powdered 
and mixed well with the soil, it not only should impart its nitrogen 
to the soil gradually but should be able to fix atmospheric nitrogen 
in the process of its slow oxidation to carbon dioxide and this has 
actually been observed by us with bitumirous coal and lignite. Goal 
is certainly cellulosic or lignin substances mixed with protein of animal 



30 


N. R. Dhar 


and plant sources with some decompositon products from &tSy barks, 
waxes, rcsirs but the reactive groups like carbonyl, carboxyl, hyd- 
roxyl, methoxyl and amino group seem to have been removed by 
the influx of time because chemical changes have taken place intra- 
molecularly or by the interaction between proteins rnd the cdlulose 
and the lignins. Although coal appears to be lathcr dead matter in 
comparison with compost or humus of soil but there is a redeeming 
feature in coi*! which is tl is : coal adds large quantities of carbonace- 
ous substances which aie less icactive tl sn the eaiboraccous substances 
present in plant icsidues. And hence on the addition of coal to a soil, 
the available soil nitrogen is not likely to be converted into miciobial 
ccl s as bappciis when cellulose, lignin or fat is added to the soil. 
Microbial cells may not use all the available nitrogen in soils but 
some pait of the available nitrogen may form chemical compounds 
or adsoiption compounds with cellulose, fats or lignins and would not 
be available to the growing plants. Coal, dopplente, peat or brown 
coal being more inert than fresh plant materials will not be reacted 
upon by microoig?pisms quickly but should definitely help aeration 
and peihaps increased water retention capacity of the soil. If one 
ton of coal containing 2% nitrogen and about 75 % carbon is added 
to the soil in a finely divided condition, the followirg icsults arc 
obtamed : — 

(a) 44 lbs of total nitrogen will be added and this nitrogen 
may be available in 2 or 3 yeais ; (A) 1640 lbs of finely 
divided caibon will be added per aaeand about 1200 
lbs may be oxidised in about 2 or 3 yean and this 
may lead to a fixation of about 30 lbs of nitrogen 
which will be utilised by crops. It appears, therefore, 
that coal should prove to be a moderately good nitro- 
genous manure specially to tropical soils when either 
added in a very fine state of division alone or mixed 
with molasses or cowdung or plant leaf^ the younger 
varieties like peat, dopplcrite, brown coal should yield 
better results than anthracite. There is no doubt that 
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coals, are colloidal substances containing colloidal carbon 
peptized by large quantities of hydrocarbon like com- 
pounds consisting of partially deoxidised ccllulosc^, ligrirs 
and small quantities of proteins. It scorns that a part 
of proteins has passed into other stabler forms of nitro- 
genous substances. 

As alkalis help oxidaticn, the oxidation of celh’lose and lignin 
and coal when added to the soil will be more easy in tropical soils 
which have a tendency to be alkaline than in soils of temperate coun- 
tries which are acidic. It is clear, tlcrefcre, that the foicgoirg consi- 
derations arc more applicable to our soils than in cold countiics where 
liming has to be taken recourse to if carbohydrate or coal nt'anurii'g 
has tc be adopted. With adequate amounts of lime or chalk aud coal 
extremely well pulverised, moderately good icsults should be obtained 
specially with peat and lignite and bituminous coal which art abun- 
dantly present in European and cold countries. When mixed with 
calcium carbonate they should not only improve the calcium 
status but should also improve the nitrogen status of soils. When this 
mixture of peat and calcium carbonate oj coal and calcium carbonate 
is very well mixed with soil by deep cultivation and aeration of scil 
which will be aided by the large surface introduced in the f(*rm of 
finely divided coal or peat, crop production should be improved. 

The chief differences between composts or humus of the soil and 
coal are as follows : 

*^(1 Coal is definitely more aged than compost. 

j(2) Tht carbor./nitrogen ratio of coals, even the younger ones, 
is greater than that in composts although acidic cc>mposts 
or humus or composts present under acid soil conditions 
have much larger carbon/nitrogen ratio than those pre- 
pared in neutral or alkaline conditions. 

•j 

(3) The nitrogen present in coal is not chiefly in the protein 
condition as in composts. 
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(4) The number of micro-oiganisms in a definite weight is 
certainly larger in compost than in coal. 

. (5) The water retention capacity is less in anthracite and bitu- 
minous coal than in composts. 

^3) The inertness of the organic ingredients in coal is greater 
than in composts. 

These factors may be the chief reasons why coal is considered 
to be a stone and dead matter in comparison with plant residues, or 
humus present in the soil. Is there any other important criterion 
differentiating dead and living matter ? Is it possible to revive coal 
after mixing it with plant leaf, cowdung or sugar or agar or any surface- 
active substance 1 

It is gen "Tally believed that the ox’disability of the products of 
photo-synthesis in the plant tissues decreases with the increase in the 
molecular weight or complexity of the molecules. The order seems 
to be as follows : — 

Formaldehyde — glucose — canesugar — starch — cellulose — lignin. Tlte 
case of protein synthesised in the plant kiifgdom is more complicated. 
Our experimental results show that amino acids like glycine, aspartic 
acid etc. are synthesised in the plant kingdom or in vitro by the action 
of nitrates on glycol, sugars, glycerol, organic acids etc. either by 
absorption of oxidation energy or solar energy or both aided by titania. 
These amino acids undergo polymerisation and condensation and 
form proteins. 

In carbohydrate synthesis, starch is readily detected wl en plant 
leaf free from corbohydiate is exposed to light and that is why Sachs 
concluded that staich is the first product in photosynthesis. In our 
experiments in photc-oxidation of various carbohydrates, Palit 
and Dhar observed that the oxidation of starch is slightly greait r than 
oth^ soluble carbohydrates. Ip our lecent experiments on the in- 
duced and photo-chemical oxidation of cellulose and lignin carried on 
by Dinesh Pant and Dhar, it is obscived that both the substances 
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can be oxidised very slowly by air at the ordinary temperatme. The 
oxidation of starch is very much greater than either that cf cellulose 
or lignin. There is no doubt that in nature, both cellulose and lig- 
nin, are oxidised but much le^s readily than starch or sugars. It 
has been established in recent years that when plant materials are 
allowed to be oxidised in the soil , the soluble carbohydrates disappear 
first, then cellule sc, finally lignin, which disappears with great 
dificulty. This is the position in aerobic condition where oxidation 
can take place with the help cf micro-organisms and the presence 
of surface and light. In anaerobic condition it is believed that the 
same order of stability is also obeived but the speed of disappearance 
of organic substances is smaller and acids are produced in the fii^t stage. 

It is of interest to record hei*e that in a recent paper Spoehr 
and M iner (Plant Physiology 1949, 24, 120) have described a method 
f jr determining the degree of reduction of the total organic matter 
of plant material from its elementary chemical composition. The 
degree of reduction is believed to be proportional to the heat of com- 
bustion and is an expression of the energy content of the material. 
With proteins condensation with lapse of time, goes on. The for- 
mation of skin, hide, hoof, horn etc. is a manifestation of polymerisation 
and condensation and these matcria’s resist oxidation well. Simi- 
larly carbohydrate and celluloses and tanning materials can form 
barks of tr^es which also resist oxidation. It is clear, therefore, 
that when plant materials containing carbohydrates, pentosans, 
starch, cellulose, ligno-ccllulosc, lignin, bark, fats, resins, wrxes, simple 
and complex proteins, are mixed with large amounts of soil, they 
undergo slow oxidation through the agencies of bacteria, foi^;i, 
chemical surfaces, catalysts, light etc. but the velocity of oxi- 
dation differs greatly depending on the nature of the material under- 
going oxidation. Tire waxes, resins, barks etc. seem to resist oxidation 
more vigorously than even fats and lignins. Similarly the complex 
proteins also are stable. Moreover by the combination of some of 
the proteins and the lignin or cellulose or bark, humus like chemi- 
cal compound^ or adsorption compounds may be formed and these 
A 49al«5 
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not only supply ammonia and nitrate slowly but can give up potash, 
phosphate and other mineral matters slowly to the soil. 

On the other hand, under anaerobic conditions, i.e., when coals 
are formed in nature the position may be as follows : — 

Instead of carbon dioxide, as in the case of aerobic oxidation, 
methane, hydrogen, carbon monoxide are formed along with acidic 
substances. Frequently it has been observed that the acidity of the 
products of decomposition and oxidation is greater in anaerobic than 
in aerobic conditions. It is well known that the velocity of oxidation 
of carbohydrates decreases as the acidity of the system inci eases. Con- 
sequently the disappearance cf plant materials is quicker in aerobic 
than in anaerobic conditions The acids produced in both aerobic 
and anaerobic conditions, more in latter than in former, act as preser- 
ver of the carbohydrate, lignin and cellulosic materials whilst they 
may help the decomposition and oxidation of protein substances to 
the ammonia stage and a part of the ammonia may be washed out. 
Hence it has always been observed that the carbon/nitrogen ratio 
of organic substances in soils is greater in acid media than in neutral 
or alkaline condition. In the virgin prairies and steppes rich in humus, 
the carbon/nitrogen ratio has generally been observed to be greater 
than 10 and these soils arc acidic. After cultivation, the acidity falls off 
because of the oxidation of acidic substances and there is a fall 
in carbon/nitrogen ratio. Similarly the carbon/nitrogen ratio of the 
organic matter in peat, doppleiitc, etc. is of the order of 30 or 
more and these materials are distinctly acidic. It is well known that 
most of the coals are also acidic and the carbon/nitrogen ratio of the 
coals may vary from 120 to 30 depending on the conditions of coali- 
hcation. It is generally accepted that the carbon/nitrogen ratio 
of the wood from which coal is obtained is greater than that of the 
coal; in other words, the percentage of nitrogen in wood is smaller 
than that of coal. 

In the Indore method of composting under aerobic conditions 
whh carbon/nitrogen ratio of starting materials varying from 130 
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to 20 the conip>ost formed has a caibon/nitiogen ratio rangirg fr om 
17 to 12 and pH 7 .2 to 7 .4. If such plant materials are composted in 
anaci'obic conditions, the cai bon/nitrogen ratio of the mateiial formed 
is likely to be larger due to acidic conditions. In the Indore method 
of compostiiig the tempciaiuie of the heaps may go upto 80“ ; this not 
only kills the micro-organicms and the weed seeds but also help 
in the liberation of caibon or charcoal or graphite like substances. 

Carbon and nitrogen contents of coal 

In coal formation water is believed to play as important a part 
as high temperature ard ftcssuie. Water freed fiom oxygen helps 
making the conditions in peat foimation practically anaerobic and 
also help in the washing away of ammonia and other soluble compounds 
formed in the processes which consist of auto-oxidation and reduc- 
tion, hydrolysis and decomposition, polymerisation etc., specially under 
high pressure. It is generally believed that plant, animal and micro- 
organic substances when covered t^ith shallow water lead to peat 
formation which is the hist step in coalihcation In this process 
dehydration and formation of black substances resembling charcoal or 
graphite in small quantities, takes place The material produced has 
a marked tendency to adsorb moisture became of its colloidal nature. 
Pert or dopplerite perhaps resembles the black material obtained by 
the action of strong sulphuric acid on cane sugar. This material swells 
and forms a jelly readily although it does not contain any nitrogen, 
it may be considered to be something like humic acid. If protein 
substances are present or added to it, unstable chemical com- 
pounds between protein and this jelly arc likely to be formed as in- 
vestigated by Page and co-workers (J. Agric Science, 1930, 20» 
460). It seems that in the coahfication process the starting mateiial 
may be peat or dopplerite, which chiefly consists of humic materials 
or the “fundamental jelly” as stated by coal specialists. This jelly 
like substance in course of time loses its activity and water reten- 
tion capacity and chemical reactivity. Moreover, the protein matter 
originally present either as adsorption or chemical compound may 
be liberated due to the decrease of chemical affinity of the humic matter 
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and may undergo decomposition or hydrolysis or auto oxidation and 
reduction. In this process the carbon content increases and nitrogen 
status decreases chiefly due to the liberation of ammonia and its re* 
moval. This is supported by the fact that as the rank of the coal 
increases geneia'ly the carbon increases and nitrogen decreases, speci- 
ally in anthracite coals which arc Uie most ancient. This is clear 
from the following table which shows the relative composition on 
an ash-free and moisture-fiee basis : — 



Total carbon. 

Total mtrogen 

Wood 

49-50 % 

i.i % 

Peat 

56-57 % 

2.95 % 

Lignite 

72-79 % 

0.98 % 

Sub-biuuninous 

76 % 

1.47 % 

Bituminous 

87 % 


Semi-bituminous ... 

89.1 % 

1.40 % 

Semi-Anthracite 

92.1 % 

1.20 % 

Anthracite 

94.4#% 



Moreover , in coalification from peat or plant materials high 
temperature and pressure play a very important role and this helps 
in the carbonisation or formation of moi« charcoal or graphite like 
substances or perhaps the partial decomposition and stabilisation of the 
undecomposed nitrogenous substances. There is no doubt that the per- 
centage of carbonaceous or graphite like matter is greatest in anthracite 
and least in peat or dopplerite, which is more allied to the initial 
plant or animal material or both than anthracite or bituminous coal. 

' In the high ranking coals the carbon chiefly exists as charcoal 
or graphite like substances and the nitrogen as nitrides, amides and 
in the hetero-cyclic condition and both the carbonaceous and nitro- 
genous substances can resist oxidati<m more markedly than those pte- 
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sent in peat or dopplerite. It is well known that plant residues, i.e. 
leaves, stems, roots, straw etc. not only add a part of the carbon 
and practically the whole of the nitrogen, they contain to the soil 
and can also manure the land by fixation of nitrogen by the partial 
oxidation of carbonaceous substances aided by light. Similarly the 
humus formed from plant residues cither in the soil or compost heaps 
is certainly not as aged and as rich in charcoal or graphite like 
substances as anthracite coal. Consequently the humus which under- 
goes a slower oxidation in the soil than the original plant material 
is more readily oxidised when mixed with soil than anthracite or 
bituminous coal. It is clear, therefore, that the manurial value of 
the soil humus is quicker than that of anthracite or bitumirous coal. 
It seems that the instability of a manure when mixed with soil and 
the speed of liberation of ammonia and nitrate will depend on the 
presence of chemical compounds resembling carbohydrates and 
celluloses, which are known to oxidise and liberate energy readily. 
On the other hand, when the manure is rich in charcoal or graphite 
like substances, which are more inert than carbohydrates, they are 
not likely to undergo ready oxidation in the soil. 

Soot as a manure. 

In this connection, it is interesting to note that soot obtained 
from domestic fires and industrial uses of coal is used by farmers as 
manure. The value depends partly on its physical effects on the 
soil and partly on its contents of nitrogenous and sulphur compounds. 
It is largely used as a top dressing for wheat in the early months 
of the year. The dead black colour of soot makes it a good absorbent 
of solar radiation so that the soil which has been treated with it 
is kept warmer than untreated land, whilst the nitrogenous compounds 
present in soot are valuable fertilizers. The carbon and nitrogen 
contents of coal and the soot obtained from it are as foUowr: — 

Carbon % Nitrogen % 
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It h'as been reported that peat fires are kept burning all day 
and most of the night in the thatched houses and the only exit 
for the smoke is the doorway in the houses in the Hebrides. The 
thatch containing the soot is applied to the land for fertilization. 
The thatch is renewed annually. In the Hebiides, cows aie housed 
under the same roof with the human beings and the cow manure is 
removed once a year and added directly to the land. 

Molasses, soluble carbohydiates ard gl>cerol when added to 
the soil are oxidised quickly and fix nitiogen and enrich the soil and 
can behave as quick acting, nitrogenous manures specially in tro- 
pical countries. On the other hand, when mateiials rich in cellu- 
lose, lignin and bark are added to the soil, the oxidation of the 
organic matter is much slower than in the previous case. Fats, 
resins, waxes also resemble the latter class. The case of mobil oil 
is peculiar. Although it is rich in carbon and hydrogen and is 
free from oxygen, it undergoes oxidation in the soil with very great 
difficulty and hence is not suitable as a quick acting nitrogen fixing 
material but these substances may increase the aeration and poro- 
sity of the soil. Saw-dust rich in lignin and lignino-cellulose behaves 
ip the same way and markedly resists oxidation when mixed with soil. 
Charcoal or graphite when mixed with soil may increase the porosity 
and aeration but may not be able to fix nitrogen. 

With protein substances, when mixed with soil, the simpler 
the constitution of the protein, the greater is its power to behave 
as a quick acting manure. Amino acids when added to the soil under- 
go ammonification and nitrification readily. Similaily human ex- 
creta containing amino acids and proteins, rotten fish etc. can behave 
as quick acting manures. Blood, oil-cake etc. containing fats do not 
undergo oxidation in the soils so readily and may not behave as very 
quick acting nitrogenous manure as the previous group. Hoofs, 
horns, hides etc. are formed as highly polymerised proteins of large 
molecular weight and when mixed with soil undergo very slow oxi- 
daddtVto ammonia and are not likely to act as quick acting manures. 
These complex protein matten are likely to remain in the soil for 
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long periods and may behave as slow reacting nitrogenous sub- 
stances. 

That the decomposition of pentosans decreases rapidly and 
the total carbon increases with the depth of peat indicate how quick- 
ly the original cellulose and other plant materials arc transformed 
into humic products. Moi cover the original woody 'tiucture is well 
preserved in sonre lignites and that is why the lignite or blown coal 
should be more valuabl as manure than anthracite real. 

Goal formation from plants. 

It is clear from the . xisting liteiatuie that coal is formed ui der 
more anaciobic than aerobic conditions and coals arc usually acidic. 
Consequently, the caibrn ritrogen ratio of all samples of ccal vaiies 
from 30 under the most favcuiable conditions to about 100 cr moie. 
The young varieties of ccal like peat, doppleiitc are acidic. Coals 
which arc lich in sulphur should prove gcod manures for alkali soils. 

In the process of coalification as in the sequence, wood (lignin and 
cellulose) --»pcat->brown coal (lignite) -^bituminous ccal-»«.ntliacite 
coal -♦graphite “♦dianu nd, there is not enjy dehydration or loss cf wafer 
but there is a*so loss of oxygen over and above the loss of oxygen as 
water. In other words, auto-oxidation, and reductions iri\ol\irg the 
production of carbotidioxidc aiid perhaps carbon monoxide and organic 
acids take place along with the reduction of the cellulose or lignin 
or sugar. It is well known that glucose in presence of yeast undergoes 
the following change : — 

GeH„0,=2C0, +2CaH50H+22KCals 

The alcohol is more reduced than sugar and the carben dioxide 
is more oxidised than sugar. Hence this is a process of autcH)xidation 
and reduction The alcohol on dehydration may be conveif<*d into 
ethylene. Similarly the cellulose or lignin molecule in forming prat 
or coal must be partially converted into carbondioxide and perhaps 
carbon monoxide and organic acids and alcohcls which on dehydration 
may yield hydrocarbons. The complex hydrocarbons may in turn 
break up into carbon and hydrogen. 
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G»llodial carbon in bnmno and coal 

The black material obtained in composting straw, plant residues, 
the black substance obtained in drains and in undeiground sewers 
and perhaps the black mass obtained by the action of concentiated 
sulphuric acid on sugars, filter paper, straw, saw-dust and the black, 
material in soil humus as well as that of coal, may be identical. More- 
over, in composting thin layeis of straw, though the temperature docs 
not exceed 40° and there is a lack of high pressure, black masses 
are obtained. The mechanism of this blackening process is not very 
clear. In coal formation the ttmperatuie may go upto 100® or more 
and pressure may be high; bat in peat formation which takes place 
under water, neither the pressure nor the temperature can be high. 
There is no doubt that cellulose, lignin and proteins take part in peat 
formation. As petroleum is also derived from vegetable and animal 
residues, it may be that hydrocarbons play a part both in coal and 
petroleum formation. 

It seems that lignin can form woody coal but the cellulose, pectin 
and perhajjs the sugars derived from pectin and cellulose may form 
jelly like substance or the ‘fundamental jelly’ of the coal scientists. 
This idea is supported by the fact that the black substance formed 
by the reaction of sulphuric acid on straw or cane sugar sets to a jelly 
readily. From the literature on the formation of coal, it is clear that 
apart from the mineral .natter, carbohydrate, proteins, fats and waxes 
etc. of the vegetable world may form two important groups of com- 
pounds, one being the woody matter and the other, the jelly. The 
jelly may be the chief source of the volatile compounds in coal and 
the woody mattei, the chief source of cokes, the protein, matter might 
have been incorporated in the jelly. 

A part of the oxygen of the cellulose is lost as carbon dioxide 
and this is oxidation and the alcohol formed as the reduction product 
by partial dehydration can form a hydrocarbon. Hence the coal 
substance may be a mixture or a solid solution of colloidal carbon, 
a ktydxocarbon and an alcohol. Consequently, the oxygen loss of 
cellulose or lignin may consist of two causes. Firsdy, loss of carbon 
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dicndde and possibly carbon monoxide , and loss due to dehydration 
of alcohol forming a hydrocarbon which can break up into carbon 
and hydrogen gas. This explains the case with which, hydrocarbons, 
hydrogen, carbon monoxide etc. are given out on heating coal and 
Its conversion into coke. Perhaps this mechanism of coalification 
throws light on the production of petrol in nature and also its pro< 
duction synthetically. 

In our experiments with leaves, filter paper, saw-dust, cotton- 
wool, covered with watci , both in light and darkness, even after one 
month, acids are obtained in aqueous solutions and there is appreciable 
blackening after three months, although the temperature never excee- 
ded 40° . Gowdung is not acidic at all under these conditions. 

With regard to the blackening under anaerobic conditions, a 
change takes place b/ which the organic matter is blackened, but 
the mechanism seems to be connected with some type of dehydration 
perhaps of the cellulosic material which forms the greater bulk of 
plant residues. 

The decomposition of the bacteria, fungi, algae etc. which 
are present and active in the first stages of peat formation from v^e- 
table and animal matter covered with water may produce black 
mass probably due to the liberation of carbon in the colloidal state. 
Similarly in composts and in the organic matters in diains, colloidal 
carbon may be formed by the partial decomposition of micro 
organisms. 

Highly organised plants contain much less nitrogen than less 
organised plants. The nitrogen content of beach is 0.09 %, birch 
0. 10%, fir 0.05%, spruce 0.04%. On the other hand, bacteria contain 
up to 13 % nitrogen, algae 3.2 to 4.8, leaf moss 2.4 to 3.2 %, fem 
1>6 to 2.4%, grass 1 .6 to 2.4 % and swamp plants 1.6 %, 

E. Terres (Proc. 3rd Intern conf. Bituminous coal,2> 797 (1931)) 
prepared artificial brown coals containing 4.16 % nitrogen by heat- 
ing under pressure, peat moss containing 1.73% nitrogen after its 
A 49-1-6 
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fermentation. The greater nitrogenous content of bituminous coal 
in comperison with brown coal or lignite has been ascribed to the 
existence of animal matter along with plant residues Chlorophyll 
which is always associated with green plants, contains nitrogen and 
can add stable heterocyclic nitrogen containing molecules to coal. 
Cholorophyll and other porphyrins have been detected in coal. Protein 
materials such as chitins present in the coating of bacteria, in fungi 
cells, insects etc. may add nitrogenous substances to coal. 

It is generally believed that most of the nitrogen present in humus 
is protein. The microorganisms which attack proteins in soils contain 
from 3 to 10% nitrogen. The plant residues usually added to the 
soil contain 0.32 to 2.4% nitrogen whilst the nitrogen content of soil 
humus varies from 1 3 to 5 6% showing an enrichment of protein 
in humus of the soil as a result of carbohydrate decomposition. Mi- 
crobiologists postulate that the major source of protein in humus is 
the microbial body cells. 

Garbon/nitrogen ratio of coal 

The carbon/nitrogen ratio of peats varies from 30.8 to 40. With 
brown lignite the carbon/nitrogen ratio varies from 30.9 to 127. 
A sample of lignite containing more sulphur, that is, an acidic coal, 
showed a carbon/nitrogen ratio of 211. The black lignites have carbon/ 
nitrogen ration -arying from 16.6 to 92. The semi-bituminous coals 
possess carbon/nitrogen ratios varying from 43 . 2 to 80 whilst sub- 
bituminous coals have carbon/nitrogen ratios ranging from 64 to 
148. Bituminous coals have carbon/nitrogen ratios varying from 
37 to 78* whilst anthracite coals show a carbon/nitrogen ratio, in most 
cases, of 100 or more. 

It is well-known that soot is richer in nitfOgen than coal from 
which it is derived and many samples of domestic soot have carbon/ 
nitrogen ratios as in humus of ^oils, that is, approximately, 10, and 
soot collected from kitchen chimneys shows carbon/nitrogen ratio of 
about 13. The carbon/nitrogen ratio of low moor-peat is about 15* 
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We are trying to establish that all materials which burn or 
can be oxidised are capable ofbeing used as agents for nitrogen fixation 
in soils or othef solid surfaces. Composts as prepared at present burn 
readily and they supply nitrogenous matter to the soil. 

Is coal or petrol or mobil oil an inert matter ? They burn readily 
in air but seem to be oxidised at the ordinary temperature on the 
soil surface with didiculty, and that is why the nitrogen fixation 
is a slow process. 

Are death and dehydration connected phenomena ? Glucose, 
cane sugar, starch, cellulose and lignin, formed in the plants, are 
less and less hydrated as the molecular weight increases. Moreover, 
the nitrogen content of the plants decreases with increase of lignin, 
i.e., ageing. 

Both animal and plant materials can usetj as nitrogenous man- 
ures in the soil. A tree is a living thing, so are fungi, algae, bacteria, 
protozoa etc. They arc rich in nitrogen and can serve directly as 
nitrogenous manure when decomposed in the soil as blood or other 
protein materials with carbon/nitrogen ratio smaller ‘than 10. On 
the other hand, plant materials have carbon/nitrogen ratio greater 
than 10 and hence they not only add the small amount of nitrogen 
they contain but can fix atmospheric nitrogen and add humus to the 
soU. 

The legumes are an interesting group, because they are both 
plant and bacterial products and hence, perhaps, intermediate bet- 
ween ordinary plant materials and bacteria. Their carbon/nitrogen 
ratio varies from 10 to 13 or more according to maturity and the 
amount of nodules present at the roots. They fix very little mtrogen 
evm when mixed with soils and they have small residual effect. Plant 
materials with carbon/nitrogen ratio greater than 20 can fix nitrogen 
and increase humus for more than one year and hence possess resi- 
dual effect longer in the soil than legumes. 

Goal and petrol are certainly mixtures of vegetable and animal 
matters of which the decay is partially or completely stopped. It 
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is stated in Waksman’s “Humus*’ that peat contains carbohydrates. 
We have observed that all carbohydrates can fix atmospheric nitrogen 
and increase humus, and hence the carbohydrate in ’peat should be 
able to fix nitrogen in soil. On the other hand, the carbon and 
hydrogen of the anthracite coal may be very inert at the ordinary 
temperature towards atmospheric oxidation and may not be able 
to fix nitrogen easily. Is it possible to measure the inertness of a 
combustible matter by its inability to fix nitrogen ? There is no 
doubt that anthracite coal is less hydrated and contains smaller amounts 
of oxygen and nitrogen than coals of other ranks. 

The urea-formaldehyde polymers when added to the soil may 
behave as moderately quick acting manures and will be certainly 
less quick acting than urea because of the presence of the carbona- 
ceous substances derived from formaldehyde. If the nitrogenous 
substance has to remain in the soil for more than 2-3 months, urea- 
formaldehyde polymers should behave better than urea or ammonium 
sulphate alone. In case of sodium or potassium nitiates there is not 
only leaching more than in ammonium sulphate, but in our soil 
which has already a tendency towards the alkaline side, more 
alkalinity is produced and may not be, therefore, suitable for our 
soils. 


Sir John Russell has reported that Hartley and Greenwood, 
(Emp. J. Expt. A^c 1933, 1» 1 13) using one ton of fkrmyard manure per 
acre, obtained beneficia 1 results very much better than an equivalent mix- 
ture of artificial manuie in Nigeria. Moreover, Tempanyand co-workers 
(Enq>.J. Experimental Agriculture 1949, 17,145) have observed that 
ammonium sulphate renders no good to crops in stations in Malaya 
having 85" rainfiill; but farmyard manure and other forms of organic 
substances produce good results. 

Elemeati present in plaitts nnsl coele 

According to Professor G. Bertrand , a flowering lucerne plant 
contaim the following elements : — 
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Carbon, hydrogen, oxygen, niiiogen, sulphur, phosphorus, chlorine, 
silicon, calcium, magnesium, potassium and sodium varying from 
45 .37 to 0 . 157% ; whilst the following elements aie present in smaller 
amounts ranging from 0.0036 to 0.0000027%: h on, aluminium, 
boron, copper, zinc, manganese, fluorine, titanium, bromine, nickel, 
molylcdnum, iodine and cobalt. Moreover, V. M. Gkildschmidt and 
others have reported the presence of the following elements in coal : — 

Carbon, hydrogen, oxygen, nitrogen, sulphur, phosphorus, chlo- 
rine, silicon, calcium, iron, manganese, sodium, potassium, titanium, 
zircoaium, zinc, bad, cadmium, copper, gold, silver, vanadium, 
beryllium, germanium, nickel, barium, gallium, strontium, boron, 
scandium, yttrium, lanthanum, cobalt, molybdenum, uranium, arsenic, 
antimony, tin, iodine, bismuth, rhodium, palladium and platinum. 

Elements present in soil 

A fertile scil contains the following ; — 

Carbon, hydrogen, nitrogen, oxygen, phosphoius, potassium, 
calcium, magnesium, sodium, boion, copper, iron, manganese, zinc, 
cobalt, aluminium, titanium, molybdenum, chlorine, fluorine, iodine, 
sulphur and silicon. It is clear that foi the healthy growth of a crop 
the soil must contain thoaC elements which form essentia! ingredients 
of plant life. ^ 

From ancient times plant materials have been partially decom- 
posed in heaps or in pits and converted into composts which are added 
to the fields as manure. The aim of composting is to conserve the ni- 
trogen present in the plant materials and add it to the soil with about 
10 its weight of carbon in the form of humus which also contains 
most of the mineral matters present in the plant residues along 
with micro-organisms. 

Since 1935, Dhar (Presidential address. National Academy 
of Sciences (India) 1 5th January (1937)) has emphasized that the 
direct addition of plant materials to the fields before composting is 
more beneficial to crops, because the energy materials like carbohy* 
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drates, celluloses, lignin, fats etc., when added to the soil, are par- 
tially oxidised and in this process nitrogen of the air is fixed. The 
value of the plant residues when added direeJy is due not only to their 
nitrogen content but also to the nitrogen fixed from the partial oxi- 
dation of their carbonaceous constituents. Hence much more humus 
(which is a combination of protein with lignin or cellulose or carbohy- 
drate mixed with micro-organism) is formed and added to the soil 
when plant materials are mixed with the soil direct instead of their 
addition after composting elsewhere. The method of direct addition 
of plant mateiials to soils without composting has been adopted in 
farms in Pennsylvania and California, U. S. A. The citrus fruit indus- 
try in Palestine is utilising the direct addition of fruit and plant resi- 
dues to the soil under the advice of Dhar in enriching the field 

The chief artificial fertilisers used in industrially advanced 
countries arc potassium salts, phosphates and ammonium salts, urea 
and nitrates, and for acid soils, calcium carbonate It is clear that 
the above fertilisers do not supply all the materaials required for the 
healthy growth of a plant. On the other hand, plant residues when 
added directly, or as compost, supply all the materials needed for 
plant growth. Dhar and co-workers have shown that carbohydrates, 
celluloses, lignins and fats act as marked negative catalysts in the 
oxidation of proteins and ammonium salts or urea to nitrites and 
nitrates. Hence the pj'oteins added along with plant materials 
liberate nitrate much more slowly for the benefit of the crop and for 
a longer period than ammonium salts or urea. The slow lib^ation of 
nitrates from humus decreases the chance of leaching away of nit- 
rates from soil. It has been established in Allahabad that when 
100 lbs of nitrogen are added to soil in the form of ammonium salts, 
60 pounds are lost as nitrogen gas in three or four months vdthout 
benefit to the soil or the crop/chiefly due to the formation and decom- 
position of the unstable substance, ammonium nitrite. Proteins also 
undergo oxidation and partially lose their nitrogen but in the pres- 
sence cf carbohydrates, celluloses, lignin and fats, the loss b slowed 
dowel and hence the crop can absorb the nitrate formed slowly for a 
longer period. 
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Nitrogen fixed with coal 

Wc have observed that peat, lignite and bituminous coal when 
mixed with soil in a very finely divided condition are slowly oxidised 
and in this process fixation of nitrogen takes place. The amount 
of nitrogen fixed is greater in sunlight than in the dark. The esti- 
mated total nitrogen capital of the world peat and lignite is 47350 
million tons. Moreover, the carbonaceous compounds present in 
coal are more inert than those existing in fresh plant materials, and 
hence, when finely divided coal is added to the soil, the available 
soil nitrogen is not readily converted into microbial proteins as with 
freshly added plant residues. Hence finely divided coal can be mixed 
with soil and crops can be grown almost immediately without giving 
any time interval which is needed when plant materials are added 
directly to the soil. 

The growing of paddy and wheat has been found to be bcnc- 
fitted in our experiments by the addition of finely divided lignite 
and bituminous coal, which add nitrogenous manures and minerals 
needed for the growth of crops. 

It is estimated that the nitrogen content of the humus in the 
top one foot of the cultivated lands of the world is 40000 million 
tons. The amount of nittogen fixed in all the nitrogen industries 
of the world was 3.54 million tons in 1937. Hcicc the nittogen still 
present in the world soils in the first foot from the top is 11250 times 
greater than the yearly nitrogen production. It is no wonder, there- 
fore, that only 3 per cent of the world crop yield has been attributed 
to artificial nitrogenous manures in the last British Association meeting 
and reported in ‘Nature’, 1949 vol. 164, No. 4171, page 597, as fol- 
lows : — 

“At present only some 3% of the world food production 
can be attributed to the use of nitrogenous fertilizers. To 
raise the food by 10 %, that is to say one hundred million 
tons, involves a fourfold increase in supplies of fixed nitrogen 
at an approximate capital cost of £ 1,50,00,00,000. This 
would take a minimum of 15 years to achieve.” 



48 


N. R- Dhar 


It is interesting to note that even in the highly industrialized coun- 
tiies, the amount of nitrogen added per ac.'eofland before the second 
World War, was much less than the nitrogen requirement of even one 
crop per year as shown below in pounds of nitrogen added per acre 
of land undei cultivation : — 

Belgium (28.5), Holland (24.8), Germany (15.6), 

Denmark (10.3), Norway (6.0), Sweden (5.24), Italy (4»3), 
France (4.0), Great Britain (2.5), U. S. A. (1.36), 

Poland (0.73) and Hungary (0.15). 


Summiry and Conclusion 

(1) Ammonium sulphate and ammonium phosphate lose the majority of their 
nitrogen content as n troge i grs oven m two months < ftrr their addition to the soil. 
With ammonium nitrate, ammonium tartrate, ammonium oxalate and ammonium 
citrate, urea, hippvnc acid, gelatine, oilcale and blood, the Ion is less within 
the same pe iod. With oilcake containing fat, the loss is the least. 

(2) W.th nitrogen rich compounds having a carbon/n'trogen ratio of len 
than 10, small quantities of humus are added to the soil end there is rapid loss of 
nitrogen in the gaseous state although they arc quick acting nitro|,enous manures. 

(3) With plant materials, faimynd manure, cowdung^ straw etc., with car- 
bon/nitrogei ratio greiter than 10, when added to the soil fix. tion of atmospheric 
nitiogen and humus formation take place and the addition of humus is much 
gr:a ter than when such substarces arc added aft'‘r comporting them elsewhere. 
It has been observed that the greater the carbon/nitrogen ratio of the starting 
miterial, the greater is the litrogen fixation and increase of humus. This is the 
chief source of soil nitrogen. 

(4) Much more nitrogen is fixed in the rrable soils of the world by abtorption 
of the solar light per ye. r than the nitrogen fixed in all industrirl opera t'ons. 

(5) Marked nitrogen fixation and humus formatimi take place both in light 
and dark imder completely sterile condit'ons with cowdung, leaves of Neem plant* 
(Melia Azadiraetta Lina) end wheat straw although the process is slower than in 
unsterile state. 

(€) The efficiency of nitrogen fixation in light in the presence of calcium 
caudate with a culture of Aiotobacterfbd with mannitol is appreciably greater 
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than in the daik due to the absorption of light by calcium farl>onnte although the 
amount of cat bon oxidi&cd in Jij.ht is slightly less than m tht duk m some experiments 

(7) Soil humus formation and nitiogcn fixation also take plicc with soluble 
rarbohydratts, glyceiol and fat 

(8) Nitrogen fixatiun and humus formation on adding oig'tnu matteis ire 
quickci and greater with sandy soils than in tlay soils 

(9) rhere IS no decrease of available mtrogen m tropical soils on adding sug irs, 
staich or glycerol although the bxcterial population m'lrkcdly mci eases 

(10) There is an initial decrease oi availabh nitiogen with celluloses, lignins 
and fats when added to the soil although there is increase of total nitrogen There 
IS also incicase of bacterial population with these carbonaceous compounds 

(11) The greater tin fixation of nitrogen and humus formation m the soil the 
greater is the residual edict of a m unite 

(12) Humus liberates nitrates more slowly thin ammonium salts and othti 
quick acting manures and I>enefits the ciop fm a longer period This explains why 
(he nitrogen status of a soil is not improved without the addition of cailion compounds 

(13) Ihe percentage of nitiogen in humus of tiopical soils is pcitei than the 
percentage of nitiogen in soils of urnpetate countries Acid soils Inve higher and 
alkaline soils lower carbon/nitrogcn ratios than normal soils 

(14) Peat, lignite, brown coal bituminous coal and anthracite coil have highei 
carbon /nflrogcn ratio than noim il soils The higher the 1 ink of the coal the greatci 
is the caibon/nitrogen latio except lignite which usually contuns less m^iogen than 
bituminous coal 

More acidic coals like and soils have gi cater caibon/nitrogen raUos than less 
acidic coals — 

(15) Clonsidcrablc quantities of humus are present in peat, ligmte and coal 
These matcnals improve crop product ion by their slow liberation of mtrate and 
fixation of atmosphcnc nitrogen These arc also beneficial to alkaline soils 

(16) Colloidal carbon is present in humus and coal and this causes th black 
colour 

(17) The same elements which arc present m plants arc also present 11 coal 

(18) The method of direct addition of plant matcnals without composting is 
easier and more profitable as there is nitrogen fixation and more humus formation 
than composting and has been adopted in Pennsylvania and California, USA 
and by the citrus fruit industry in Palestine 
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(19) The estimated total nitrogen content of the world peat and lignite is 47350 
millions of tons. The nitrogen content of the humus in the first foot of the arable lands 
of the world is believed to be 40,000 million tons and the world production of fixed 
nitrogen in factories was 3 54 million tons in 19379 that is, the soil nitrogen is 11,250 
times greater than the fixed nitrogen production per year. 

(20) Only three per cent of the world food production lias been attributed to 
artifiaal nitrogenous manures. 

(21) The pounds of nitrogen added per acre of land under cultivation vanes 
from 0,15 in Hungary to 28.5 m Belgium and is much less than that required for th' 
production of one crop per year. 
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CORRIGENDUM 

In my paper, “Determination of Elastic Constants ol ^cls by 
Ultrasonic Method,” the rise of amplitude after the second minima is 
due to the transmission of sonic energy directly. At angles greater 
than 70” this direct transmission starts taking place. Figures 4-7 
needed this explanation. 

Arvind Mohan Srivastava 
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DETERMINATION OF ELASTIC CONSTANTS OF GELS 
BY ULTRASONIC METHOD 

Arvind Mohan Srivastava, M. Sc., 

Ciommunicated by Dr. R. N. Ghosli, D. St., F. N. I., F. N. A. Sc., F. A. S. (America) 

(Received on September 8, 1949) 

Abstract 

The ultraKHUC pulse technique developed herdn is applied to the detennin»> 
don of the elastic tnodulii of four gels. The method is endrely new to this line of 
work and recommends itself because the determinadons are quick, accurate and the 
sample is left undamaged after experimentation. The theories of gel formadon have 
been analysed in brief and attempts are being made to co-relate them with the 
elasdc data obtained. 


1 . Introduction 

Considerable interest has been shown in the determination of the 
elastic constants of plastics and other high polymers during the recent 
years. There is, however, a paucity of published data in the case ^ of 
gelatinous substances. The importance of this work is three*fold, via., 
(1) it provides a basis for comparison, (2) they furnish a scientific 
criterion for studying the semi-solid nature of gels, and (3) they afford 
to provide a basis to understand the ultimate mechanical properties 
of gels. 

W. T. Richard^ and Reggiani* have studied the properties of 
some hydroBols prepared by emulsification. Marinesco* has conn- 
dered the effect of sound waves on gels. He has, however, only coun- 
tered the hbsorptionof waves and the gradual dimunition of the ampU- 
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tudc of plane waves A year later he used an expression* to inter- 
relate the velocity with compressibility and density of the medium in 
which the plane waves propagate. Bez-Bardili* determines the velo- 
city of sound waves in solids and relates them to theii elastic constants. 
These attempts make it apparent that the importance of ultrasonic 
methods have been under-rated by the colloid chemists. In this paper 
it is, therefore, intended to initiate the supply of data that might enable 
them to look into the pi oblem from a totally neglected angle 

2 r QtllPMFNl 

The experimental method is an adaptation of the pulse technique 
which has been desn ibed bv Pcllam and Galt’ and by Teetar* originat- 
ing in the work of Mass at husetts Institute of Technology Radiation 
Laboratories. Tlie complete et|uipment consists of four parts (units) 
linked together as shown in the st hematic diagiam, Figure 1 



Fig. I. Block diagram of the equipment. 


The Time Base controlled by the alternating current supply mains 
triggetk the Driver unit which supplies electrical impulses to the 
Transifaitter. Thus the equipment operating from a normal 50 cycles 
per second A. C. mains transmits 50 pulses per second. We now 
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proceed to consider the transmission of a single pulse at 2.5 
Megacycles per second. 

The Time Base applies a rapidly changing potential to the X 
plates of the cathode ray tube so that the cathode ray tube spot moves 
at a constant velocity across the screen from left to right. Just after the 
start of the time-base stroke the Driver Unit is triggered by the former 
and applies a short pulse of energy at the desired frequency of 2*5 
Mc/sec. to the Quarta Transmitter ; a fraction of this energy is led 
directly to the Y plates of the o ithode ray tube. Thus the spot moving 
from left to right across the screen is deflected vertically at the instant 
of transmission. 

Electrical energy supplied to the transmitter is converted into a 
pulse of 2 ‘5 Mc/sec. supersonic energy which is propagated thiough 
the sample under observation, leconvcited into electrical emegy by 
the receiver, and this tt ansmitted enei*gy is applied to the Y plates 



Photograph i. Showing the transmitted pulse amplitude, 
of the cathode ray tube. The s^t is therefore, deflected vertically 
agatw The velocity of the spot as it moves across the cathode ray tube 
terem fkom left to-right is adjusted so that the vertical deflection occurs 
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Rt the right side of the trace. The two vertical deflections are shown in 
photograph 1. 

Conversion of electrical energy to supersonic and vice-versa 
is affected by the piezo-electric action of a 2 centimetre diameter, 
2.5 Mc/sec., X-cut quartz disc fixed to the ends of two cable heads 
or ends. Both the sides of these quartz discs are thinly silver plated; 


Cable Connectot 
Cable Contact 




Contact Spring 



Head Cap 



Qjtartz Disc 


Cable Head 



Fig. s. The assembly and housing of quartz crystal. 

contoct between the upper surface of the disc and the central conduc- 
tor hftheeaUou affected by a spring located in the head cap. The 
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heads each complete with a quartz disc, head-caps and contact 
springs are attached to the co-axial concentric cables. Care is taken to 
ensure that the contact springs arc free to slide in the head-caps, and 
that they press firmly against the recessed cable contacts. A detailed 
sketch of the whole assembly is seen in Figure 2. 

A key is used with which the head-ca^ may be removed in case 
it be necessary to examine or replace the quartz disc. The quartz disc 
and the inner sur&ce of the head should be clean and free from grit. 
After supplying two or three drops of light machine oil to the inner 
side of the head the quaitzdisc is inserted and pressed lightly into 
position; the head-cap is sciewed tightly into position; imd the 
contact spring replaced. 

In the apparatus a freqjency selection switch is provided on 
the right side of the panel in front. This selects the output frequency 
of the transmitter. It consists of the multiway switch introducing 
various inductances in parallel with the capacity of the transmitter 
lead (earth) and the crystal. The available frequencies are 2*5 Mc/sec. 
2*25 Me. /sec. , 1*25 Mc./sec. , and *625. Mc./sec. , and X (mixed 
frequency). In each inductance there is an adjustable cote which 
requires adjusting if the length of the transmitter lead is changed for 
any purpose, but otherwise should never be changed. 

It is not advisable to lay down rigid rules for the selection of 
appropriate frequency for any given application, as experience has 
always appeared to be the best guide. The type of the material often 
is the determining factor, as for example 2.5 Mc./sec, is suitable for 
most steels, while for copper this would be too highly attenuated. In 
the latter case .635 Mc./sec. is more suitable. The position X allows 
a mixed frequency to be generated and the highest which will pene- 
trate the material in question and can thus be directly seen on the 
cathode ray tube screen. 

Surface conditions of the test sample should be as good 
as practice will allow, but difficulty arises in case of gelatinous 
substances which are unrigid and uneven. If there is insufficient sensi- 
tivity for this reason the amplifier sensitivity can be sufficiently 
i n n rfl ffd by inserting a plug*in filter in parallel with the receiver. 
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The frequency of this plug-m filter is the same as that of the 
transmitter 

The two techniques available have been suggested by Bar and 
Walti * and by Bez Bardili* The mechanical wave set up by the 
quartz is impinged upon a slab of the mateiial held normal to the 
direction of propagation ol the wave ai d the energy transmitted is 
detected by the receiver quail/ diamctiically opposite to the previous 
one The geneiator, the sample of gel and the detector arc immersed 
in a liquid bath to avoid the extreme mismatch of accoustic impedance 
at the solid-gas interface 

While the two quai t/ are kept lixcd in the two slots in the two 
opposite walls of the liquid container (photograph 2), the test sample 
of the gel can be rotated m a vertical plane, changing the angle of 
mcidence of ultrasonic waves on the slab This angle of rotation 
can be measured on i graduated discover which a pointer moves 

3 Theory and Technique 

In any isotropic media two types of deformations are exhibited on 
the application of a stress These are the two well known states of 
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extension and shear The Young s modulus F expresses a resistance to 
tension and shear modulus S expresses the resistance to shear In the 
first type of deformations a the Poisson s ratio is a constant ratio of the 
crosS'Sec lonal contraction to the elongation in length \ rc ation bet 
ween these three is given by 

F 2 (I I .) S (1) 

Soundwaves that arc propagated m a solid t ifce up two velocities 
depending upon the two deformations ass ci itc I with them The 
waves m the case of a simple shen ire called shear transxerseor 
rotational ones and their velocity is guen b> 

' Al) ( 2 ) 


where p is the density of the gel In the defoimaticns 1 an extension 
the vibritions are called dilatation longitudinal or nr taticniland 
their velocity is given by 



V ^ j{ \ 

V \p 1 O \ — iff)/ 

(^) 

also 




k 2 
k 1 

( 4 ) 

where, 




k^VflV 

( 5 ) 


Thus a knowledge of Ve and Vi enables us a determination of 
o, E and S From these one can determine the compressibility m 
The Bulk modulus of elasticity is 


K 


E 

3(1— 


( 6 ) 


and knowing that m •» 


1 

K 


we can calculate m 


The method used herein is based upon the variation of the 
amplitude of the traiftmitted energy with the angle of incidence 
of the ultrasonic beam on the slab of jelly Since the velocity m 
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soUd ia greater than that in the liquid the wave-trains are refracted 
away from the normal and the indices of refraction for the two 

waves are, 

Sin® 

Sm®. K [ 

Sm® K 

”'^Sin®."F. J 

where F, is the velocity in the tank liquid. 

As ® increases ®, also increases so that at a value ®, of ®, 
the dilatation waves are totally reflected and there is a pronounced 
minimum in the intensity as well as the amplitude of tlie transmitted 



V, 

1 ^. 3 . Showing the various wavetnuat. 
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energy. As goes to a further value and the shear waves 

are totally reflected, then at and tf,; 

V,^VJSine, ^ 

y ( 8 ) 

F. ==F,/Sintf. j 

The amplitudes of the transmitted wave are shown in photograph for 
a single gel at an angle of incidence other than that at the critical 
angle. The first vertical maxima shows the start of the pulse, the 
second and largest amplitude is the magnitude of the transmitted wave 
and the third maxima to tfe extreme right is due to reflection of the 
wave from the front and back surfaces before detection. On rotating 
the slab of gel the scrond maxima diminishes twice as the two wave- 
tr.tins arc totally reflected respectively 

I’he abov'c tcchni'iue has bcpii adopted in my work because of 
several definite reasons, the main being that; no exlensixe preparation 
of the gel sample is needed, the sample thickness is immaterial, the 
sample is not damaged duiing ll e process, evaluations are simple easy 
and accuate and no involved calculations arc necessary. 

4. Results 

To test the accuracy of the method a few determinations were 
made with subst inces whose elastic constants arc well knowm. The 
results so obtained show that the method is quite safe for application 
and the accuracy is quite satisfactory. T.able 1 shows the values of the 
angles observed and the velocities of the two wave trains computed 
therefrom. Figs. 4 to 7 indicate the angles observed when the total 
reflection of the waves occurs. The two dips correspond to the values 
9, and 9,. Table 2, gives the values of the Poisson’s ratio, the^ refrac- 
tive indices £ind the ratio k. The third table presents the elastic 
constants for the four gels that have been studied here. 

For the purposes of these calculations the velocity of waves in the 
tank-liquid water, is taken to be 1*55.10* cms./sec. All the values of 
the velocity are expressed in centimetres per second. Values of E and 
S are given in dynes per square centimetre, that of m is given in recip- 
rocal of the above. 
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Fig 6. Showing the variation of amphtude ol trankmittcd 
wave in Tion Silicate Gel i 
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Table No. 1. 


No. 

Gel 

p 

9, 

9. 

Ve 

Vs 

1. 

Silica, SiO, 

1-14 

ss-s” 

81*0° 

1-85. 10* 

1-57 10* 

2. 

Barium Sulphate 

1-22 

49-0“ 

72 •O'' 

2 06.10* 

1-65.10 

3. 

Iron Silicate 1. 

1 27 

45-0" 

62 0“ 

2 15.10* 

1 70.10* 

4. 

Iron Silicatc2. 

1 35 

41-0“ 

590“ 

2-25.10* 

1 74.10* 


Table No. 2. 


No. 

Gel 


«. 

k 

— a 

1. 

Silica, SiO, 

.81 

.98 

1.19 

.63 

2. 

Barium Sulphate 

.74 

.95 

1.24 

.44 

3. 

Iron Silicate 1 

69 

.89 

1.26 

.35 

4. 

Iron Silicate 2 

.66 

.86 

1 29 

.22 

Table No. 3. 

No. 

Gel 

E 

S 

K 

m 

1. 

Siuca SiO, 

2 01.10** 

2 84.10“ 

2 93.10* 

3*41.10-“ 

2. 

Barium Sulphate 

4 01.10“ 

3*22.10“ 

7*95.10* 

1*26.10-" 

3. 

Iron Silicate 1 

4‘79.10“ 

3*67.10“ 

9*40.10* 

1*06.10"” 

4. 

J. 

Iron Silicate 2 

5‘18.10“ 

4*09.10“ 

11*46.10* 

•88.10"“ 
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5.' Discussion 

The colloidal state of matter shows certain iutcier'-ting and dis- 
tinctive properties that are absent in the two (oiistitucnt phases them- 
selves. A gel reptesents a specific type of culloid wheicin a liquid is 
dispersed in a solid dispersioji mcdiuin. The pioperties of <-uch a 
system are therefore naturally pei plcNinq in i ci t.iin rcs})ccis. Although 
a large amount of woik ha-, been done on gels there IS no agreed view 
on the mechanism of gel formation. Wcimain’ holds the view that a 
precipitate may be crystalline, amorphous or gelatinous aicnuiing to 
the perceiitageofsupcr^atnration. Biadford'* Is in general agieemcnt 
with Weimarn and he maintains that the gels Iravc two phases— 
an ultramicroscopic solid phise soaked in a liquid dispersion 
medium retained by capillary and molecular forces. Bancroft “ 
on the contrary believes that there are other factors besides 
percentage supersaturation that efiect the foimation of the nuclei in the 
gels. It is apparent, therefore, that much further work is needed to 
elucidiate the mechanism of gel formation to understand properly the 
semi-solid nature of these substances. 

A large amount of work has been done by Dhar “ who has classi- 
fied the jellies into three groups. In the first group the particle show 
some basic netv/ork and the jellies are easily formed, more stable like 
gelatine, agar-agar, soaps, etc. Tlie second group consists of gels 
formed by the slow coagulation of a sol throughout its entire mass and 
the particles do not consists of a network. Hydroxides of iron and 
chromium are members of this class. The substances involved in this 
class have a marked affinity for water and they are less stable. The 
third group forms the Weimarn class consisting of substances precipitated 
very suddenly, they are the least stable- 

On accumulation of further data we intend to support one of the 
aboye views on the mechanism of gel formation. For the present this 
paper supplies a new approach to others interested in this line of work. 
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ACTION OF LIGHT ON COLOURING MATTERS AND 

THEIR OXIDATION 

By 

N. R. Dhar 

(Department of CiicMtsTRY, UNivERsiry of Allahabad, Allahabad, India) 
Photo-oxidation and photo-decomposition of colouring matters. 

In my book ‘Chemical Action of Light’ (Blackic & Sons. 1931) it 
was pointed out that the phenomenon of photo-oxidation of organic and 
inorganic substances by atmospheric oxygen is of common occurrence. 
In recent years we have carried on systematic work on the photo-oxida- 
tion of carbohydrates, celluloses, fats, glycerol, pentosans and other energy 
materials by air at the ordinary temperature in presence of soil or 
insoluble oxides, phosphates, sulphates, carbonates etc and have shown 
that in these oxidations of energy materials, fi.xation of atmospheric 
nitrogen takes place, more in light than in the dark. (Dhar. Presi- 
dential address. National Academy of Sciences, India. 1935, 1937. 
Proc. National Academy of Sciences, India. 15 (1946), 15. 16, (1947), 6.) 

Dhar and co-workers (^. anorg. Chem. 142, (1925) 299) have 
shown that dyes are solutions or suspensions of unstable substances 
and can be oxidised or reduced. Usually these solutions or suspensions 
when exposed to light are oxidised by the dissolved oxygen and hence 
there is a bleaching of the dye on exposure to light. In presence of 
strong light, specially ultra-violet radiations, some dye solutions or 
suspensions are actually decomposed and lose colour, just as solutions 
of ammonium nitrite, potassium persulphate, trichlor-aceticacid etc., 
are decomposed in light. Even when the dyes are adsorbed on fibres 
photo-reduction of the dyes by cellulose can take place. Moreover 
some dyes adsorbed on cellulose also undergo photo-oxidation on the 
cellulose surface by air, 
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Most of the dyes do not fade in absence of air and fibre. Wool 
and silk are found to exert less reducing action on dyes than cotton. 

It is well known that substances like ozone, hydrogen pero- 
oxide, ammonium nitrite etc undergo thermal and photo-chemical 
decomposition readily. Similarly explosives which are very unstable 
substances can also undergo decomposition by increase of tempera- 
ture or when exposed to light. D>cs like picric acid and Aurantia 
behave like explosives and fade due chiefly to the breaking of 
the molecules by light absorption. 

On the other hand, most of the basic dyes arc free from oxygen 
and contain several carbon and hydrogen atoms in the molecule and 
they can bchav e as reducing agents sjjct ially in presence of light. Such 
dyes can undergo photo-oxidation by the oxygen of the air and get 
bleached. The basic dyes are less fast to light than acidic dyes which 
are certainly less reducing in their properties than basic dyes. All 
basic dyes contain less oxygen in their molecules than acidic dyes. 
It is generally observed that the presence of unsaturated and con 
jugate groups is needed for tne formation of a dye. But these groups 
also make the molecules unstable. Moreover , it is well known that 
the greater the molecular weight of a dye and the greater the num- 
ber of unsaturated and conjugate groups present, the greater is the 
depth of its colour. Also the dyes with low molecular weight exist 
in the molecular condition in solution and arc more easily photo- 
oxidised by air than dyes with larger molecular weights uhich arc 
eitlier insoluble in water or foim colloid.s and are less liable to be 
photo-oxidised. It is clc.ir, therefore, that a dye can fade due to 
the one or more of the following causes : — 

(1) Photo-decomposition. (2) Photo-oxidation by air. (3) 
Photo-reduction by the fibre or mordant. 

It appears that with basic dyes photo-oxid ition by air is the 
chief cause of fading. But with acidic dyes containing oxygen atoms 
in the molecule there is a greater possibility of photo decomposition 
and photo-reduction than photo-oxidation. 
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In some cases dyes containing oxygen can undergo decomposi- 
tion in light by auto-oxidation and reduction just like nitrous acid or 
benzaldehyde according to the equations: — 

3HNO,-> HNO 3 -f 2NO-l-HiO 
2 G0H3CHO -H GoHjCHaOH + GeH.GOOH 

It is interesting to note that the use of the nitro compounds picric 
acid and Aurantia containing three and six nitro groups in the benzene 
nucleus, as dyes has been given up because they are fugitive but they 
are used as explosive Aurantia is used as a staining mitcrial. Many 
years ago D. Eerthelot and H. Gaudechnn | Compt reund 153, 1220 
( 1911 ); 154, 201 , 514 . ( 1912 )] studied the photo-decomposition of explo- 
sive, like powders, cordite, nitro-gl^cerine etc in amounts weighing 
from 0.24 to 0.45 gram and obseived their rapid dei-omposition to 
gaseous products when e\po,ed to ultra-violet radiations. Such 
decomposition also takes place in visible light at a lower speed. It 
appears, therefore, that organic compounds and dyes containing 
several nitro groups in the molecule may undergo photo decomposition 
an I may prove fugitive. Moreover such dyes containing several oxygen 
atoms in the molecule may also undergo photo- redu^-tion by the fibres 
or mordants which are generallv reducing agents, specially cotton, 
which in presence of light exerts more reducing property than wool 
or silk. Hence dyes withsevcial nitio groups arc not likely to be 
commercially successful because of their fugitiveness and instability. 

It is generally believed that in photosynthesis in plants the follow- 
ing compounds according to their inci easing complexity and mole- 
cular weight are produced: — 

Formaldehyde— glucose— -complex sugais starch -ocllulose -lignin. 

Formaldehyde, glucose, cane sugar, starch etc. have been foimd 
to decompose in light specially ultra-violet, into different gaseous pro- 
ducts in absence of oxygen. Dharand coworkers (Influence of light 
on some biochemical processes. 1935) have shown that all carbohyd- 
rates, fats, organic acids, cellulose and even lignin can undergo photo- 
oxidation by air and in many cases the nitrogen of the air is alto 
fixed in this process. It appears therefore that organic compounds 

A 49-a-3 
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can undergo photooxidation and photo decomposition specially 
under strong illumination. The ease of photo-oxidation and decom- 
position decreases markedly as the molecdlc> become more and more 
complex. This behaviour is observable with natural and artificial 
colouring substances. Although they are organic substances and arc 
liable to be photochemic illy oxidised and decomposed, they resist 
these processes pretty well because they are usually derivatives of 
aromatic hydrocarbons and their heterocyclic counterparts have a 
ring structure. More over, most dyes are of large molecular weights 
and are eithe insoluble in water or exist in the colloidal condition 
liaving large molecular aggregates. Once the colouring matter is 
adsorbed on the fibre with or without mordants they are usually 
MabiHsed perhaps by rendering them as insolub’e as possible and for- 
ming stable adsorption completes. In this connection it is interesting 
to note that the phospho molybdo-tungstic acid lakes formed by 
adsorbing methyl violet and other basic an 1 cyanin dyes make them 
more fast towards light. In other words, the greater the stability of 
the adsorption complex formed with mordants and fibres the greater 
is the stability towards light 

The natural colouring matter chlorophyll A and chloiophyll B 
containing a large number of carbon and hydrogen atoms and an atom 
magnesium would behave as reducing substinces like some of the basic 
dyes and would be liable to photo-oxidation by air. On the other hand, 
the anthocynin colouring substances notably pelargonidin, cyanidin, 
peonidin, delphinidin, malvidin, hir»utidin are richer in oxygen than 
chlorophyll and resist photo-oxidation by air better and are more fast 
to light thin chlorophyll. Similarly th'' folio .ving dye stuffs quercetin, 
fisetin etc. have been in use ai yellow mordant dyestuffs from ancient 
times. Qpercetin is still a valuable dye for wool. Luteolin, another 
natural flavone dye is being u^eJ for producing a fast yellow shade on 
wool and silk with aluminium or tin mordants. These are more fast 
as they contain more oxygen thin chlorophyll and hence resist phot<^ 
oxidation. It is interesting to note that the majority of colouring 
substances both natural and artificial contain nitrogen which makes 
the dyes more stable towards photo-oxidation. 
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Most basic dyes have lower molecular weights than acidic dyes. 
They contain less oxygen than acidic dyes and lienee possess more 
reducing power and are thus li ible to be photo chemically oxidised 
by air. Cotton being more reducing in its properties than wool or silk, 
the basic dyes have greater advantage over acidic ones in the dyeing 
of cotton. 

Most of the azo dyes, both basic and acidic have smaller mole- 
cular weights than some other more complex dyes and the weak point 
of the azo dyes is their unstability towards light By increasing the 
molecula ' weight of such azo dyes the light fastness increases. Certain 
groups such as the pyrazolone an 1 nitro or sulphonic groups ortho to 
the azo links are beneficial to light fastness. Tartrazine, an acidic dye 
is a bright yellow compound exceeding y fast to light like all 
pyrazolone colours. Auramine hydi o Jiloride, a basic dye, is one oi 
the most important synthetic dyestuffs and contains no sulphur. As the 
molecular weight of this substance is not high (303 . 5) , the shade is 
not fast to light. The well known nitro acidic dyestuff Napthol yellow S 
having a molecular weight of 392, used in dyeing animal fibres 
changes colour to a brownish shade when exposed to light. Basic 
azo dyes such as Bismarck brown can be fixed on cotton mordanted 
with tannin and tartar emetic but this method is now of little impor- 
tance, On the other hand many azo dyes having suitably disposed 
hydroxy or carboxy groups form inner coordination compounds with 
copper and chromium salts and these are of first importance. They 
frequently possess very high light fastness as well as good washing 
fitness. The thiazole acidic dye Piimuline (molecular weight 475) 
and its diazo salts are not light fast. 

The simpler basic dyes such as magenta and malachite green are 
readily bleached by sunlight which is a serious weakness of most of 
the triphenyl methane group of colouring matters. The molecular 
weight of magenta is 322 . 5 and that of malachite green is 364.5. On 
the other hand the alizarin cyanin dyestuffs such as alizarin cyanin 
green which is an acidic dye of molecular weight 578 are equal in 
purity of shade to the triphcnyl methane colours and arc very much 
faster to light. It is interesting to note that several triphcnyl methane 
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dyes containing negative substituents are faster than the simpler basic 
dyes and some of the sulphonated triphenyl colours arc of great beauty 
and are acid dyes suitable for colouring wool but not very light 
stable. 

Some phenyl and toluidine derivatives of rosaniline have yielded 
well known basic dyes like Victor blue 4R, Night blue and these are 
mainly used for colouring silk. The shades are good but fugitive to 
light. The acid dyes obtained from Rosalie acid, aeriochrome azurol 
B dyes wool a wine red colour and the dye is moderately fast to light. 
The sulphonated Rhod^miiies like acid violet 4R or violaminc R or 
violamine 3B ai e much faster to light than the basic rhodamines. 
They range in colour from violet to blue and arc of considerable value 
for dyeing of wool o; «ilk. Fluorescein dyes with low molcculat 
weights, although acidic ones, arc fugitive towards light. The halogenat- 
ed fluoresceins aie most beautiful artificial dyes but arc not light fast. 
Rose Bengalc and erythrosine arc of value for sensitizing photographic 
plates to green and yellow light. These dyes are frequently mixed 
with the isocyanin dyes for improving their sensitivity towards light. 
When flavanthronc is treated with alkaline sodium hydrosulpliite at 
65“ a violet blue colouring matter for dyeing cotton substantively is 
produced. When the dyed fibre is exposed to air the blue colour 
changes to brilliant yellow by oxidation but the colour is not fast to 
light. On the other hand, the acid dye Indanthrenc golden orange 
G gives a purple shade on cotton which when oxidised becomes a light 
fast orange dye. It is interesting to note that the following colouring 
matters are being used as light filters and for absorbing radiations 
of different wave Icngiiis in all kinds of optical work : - 

Fluorescein* Rhodamine B, Nitroso-dimethylaniline, Triphenyl 
methane, Methyl violet, Methyl green, Picric acid. Crystal violet, 
Double green, Violet yellow, Aesculin, Guinea green B extra, Ghrysoi- 
dine, Eosin, Tartrazine etc. On long exposure to light some of these 
dyes undergo photo-oxidation or decomposition. 

In dyeing by the two famous colouring matters of the ancient 
world — ^Tyrian purple and Indigo — oxidation of the colouring matter 
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by air in presence of light played a very important part. If cotton is 
continuously exposed to sunlight, it loses sti-cngth due to partial oxida- 
tion. This is particularly true of curtains, which may appear in per- 
fect condition when hanging at the windows but when taken down may 
fall apart in spots where sunlight has reached them. 

The photo-decomposition of chloiophyll solution was probably 
first observed by Senebier in 1788. He noted that solutions of chlo- 
.'ophyll in acetone, alcohol, benzene and ether were rapidly decolourised 
by light in presence of air. Gaffron (Ber. 60 B, (1927) 2229) has shown 
ihat under the influence of light a solution of chlorophyll in acetone 
.ibsorbs oxygen with gradual oxidation of chlorophyll. Wurmser 
Arch. Phys. Biol. I, No. 3, Se,3t. 1921) has studied the phoio-dccompo- 
.ition as a function of the waselcngth of the light used. He found 
out that the amount of decomposition uhiclj takes place depends only 
on the amount of energy absorbed ami is independent of the wa\e- 
length. He also concluded that the decomposition is an oxidation 
inrocess. Chlorophyll is not so susceptible to photo-decomposition in 
the living leaf as it i.s in solutions in organic solvents. If water is added 
to an acetone .solution of chlorophyll, a colloidal .solution is formed 
and in this condition the stabdity of chlorophyll in jjresencc of light is 
much increased. Wurmser found that addition of very small percentage 
of colloids such as casein, gelatine, albumin sind gum arabic, made 
a solution of colloidal chlorophyll much more stable in presence of 
light. The addition of starch had practically no eflfect on the stabi- 
lity of chlorophyll. As a result of these experiments Wurmser sugges- 
ted that the chlorophyll in the living leaf is probably protected against 
photo-decomposition and photo-oxidation by the presence of colloids. 
Albers (Phys. Rev. 46 , 1934, 336) has shown that the photo-decom- 
position of chlorophyll increases with increase of temperature. This 
would indicate that tJic photo-decomposition of chlorophyll is not 
entirely photochemical. 

Knorr and Albers {Phys, Rev. 47 , 1935, 329) have shown that the 
fluorescence of chlorophyll vanishes as the solutions are bleached 
that the chlorophylls and their derivatives decompose under 
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the action of light in acetone solutions and in an atmosphere of oxy- 
gen, carbon dioxide or nitrogen . The relative intensities of the indi- 
vidual absorption bands of chlorophyll change considerably during 
the photo-decomposition and photo-oxidation but the position of 
the bands does not shift. It is clear therefore that in the case of chlo 
rophyll there is photo-decomposition as ^veIl as photo-oxidation in 
acetone and alcoholic solutions. 

The experiments of Knorr with chlorophyll and its derivatives 
dissolved in acetone show that these arc true cases of photo-decom- 
position and perhaps photo-reduction also by the reducing substance 
acetone because oxygen does not help the loss of fluorescence. From 
the above observations it is clear that chloroph/ll occurring in the state 
of solution undergoes photo-decomposition, photo-oxidation and photo- 
I'eduction more readily than chlorophyll existing in the colloidal 
state or protected by colloidal substances like casein, gelatine or gum 
arable. This conclusion is supported by the observations of Dhar 
and Bhattacharya (J. Indian Chem. Soc. 4 , 1925, 299) on the bleaching 
of different dyes in air and sunlight aided by zinc oxide as a photo- 
catalyst. About forty dyes were investigated and the dyes can be 
classified according to their bleaching in three categories : — 

1. Readily bleached : — Crystal violet, methylene blue, ethyl green, 

nile blue, azolitmin, aniline blue, nigrosine, gen- 
tian violet, malachite green, methyl violet, eosin 
and fluorescein 

2. Not readily bleached: — Indigo-caramine, rhodamine, crythrosinc, 

uranine, acridine red, congo red, aurine, magenta, 
aniline yellow, methyl orange, purpurin, tropeolin, 
aesculin, thioflavine. 

3. Not bleached : — ^Alizarin blue, water blue, cupric blue, victoria 

blue, pyronine, rose bengale, aniline red, aura- 
mine, aniline scarlet, theonine, corcus red, 
rosaniline, acridine orange and acridine yellow. 

Among those which are easily bleached are chiefly the basic 
djrei and which exist generally in the dissolved condition and the|r 
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molecular weights are lower than those of acid dyes. The following 
basic dyes are not much bleached : 

Thioflavine, rosaniline, acridine orange, acridine yellow, 
auramine, magenta, acridine red, pyroninc, aurinc, rhodaminc, 
erythrosinc, victoria blue. Most of these dyes are pai tially colloidal 
in water. 

Tlie following are acid dyes and exist in colloidal slate; these 
arc not very much bleached : — 

Alizarin blue, uranine, congo red, aniline red, aniline yellow’, 
methyl orange , purpurin and tropeolinc. 

The aqueous solutions of substantive dyes tend to be colloidal 
while those of the non substantive dyes usually give molecular solutions. 
Benzopurpurin 4B a strongly substantive dye and the isomeric 4 ; 4 - 
diamino 2:2 toluidinc analogue, a feebly. substantive dye have been found 
by Robinson and Mill to have complex anions in solution, but those 
of the substantive dyes are much larger. 

The adsorption of a dye by a fibre depends upon the size of the 
dye particle. If the particles are too small, i.e. if they approach the mole* 
cular dimensions the adsorption on the fibre is not much pronounced. 
On the other hand if the particles are loo big, they may not form a 
uniform layer on the fibre. Hence particles resembling the pi cci- 
pitate condition or those in the dissolved conditions should not make 
good dyes. Particles of intermediate sizes should form better dyes. 
This view explains the usefulness of adding sodium salts in dyeing. 
It has been shown by Dhar and Chatterji (Koll. Z. 1925, 37,89) 
that various sols can be adsorbed by their freshly obtained precipitates. 
Similarly barium sulphate and other substances can act as adso<'bent8 
of colloidal matter. But such precipitates do not show much adsorp- 
tion for substances in the molecular or ionic condition. It is clear, there- 
fore, that the textile fibres can adsorb dyes in colloidal condition more 
than those in molecular condition. 

Dhar and coworkers (J. Indian Chem. Soc. 6, 1929, 145) have 
determined the extinction coefficients and dccolourisation, energetics 
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of the photochemical bleaching of Neocyanin (Kodak) by oxygegn of 
air. This colouring matter shows mai kc d light absorption in the red and 
infra-red side and the velocity of the photochemical bleaching is largest 
in the regions 3704° A and 8500° A where the light absorption is also 
maximum. The bleaching is proportional to the square root of the 
changes in light intensity and the temperature coefficient of bleaching 
varies from 1.04 to 1.30 and the quantum efficiency changes from 
1 to 4 depending upon the wavelength of light. 

The bleaching of very dilute solutions of Dicyanin by oxygen 
of the air in light was also investigated by Dhar and Mukerji [J. Phys. 
Chem. 33, 1929, 850) The reaction is unimolccular and the temperature 
coefficient is about unity and the quantum yield varies from 0.5 to 2.0. 

The bleaching of Chinaldin cyiuiin, pinachrome cyanin, lepidin- 
cyanin, Pinaverdol in collodion films was investigated by Lasarefi 
{Ann. Physik 24, 1907, 661) and the bleaching has been attributed 
to the oxidation of the dye by oxygen . From the data of Lasareff, 
Bodenstcin {tbid. 37, 1912, 812) concluded that the quantum yield 
is much smaller than unity. Apart from this photo-oxidation there 
is a photo-chemical decomposition of the dye, as well as an interaction 
of the nitro cellulose of the collodion and the dye in presence of light 
The temperature coefficient of the reaction is almost unity. 

Waviloff {Z> phyiik. Chm 100 , 1922, 266) studied the bleaching 
of pinaverdol, cyanine, lepidinc cyanin and chinaldincyanin in the 
dark between 60* and 1 20* in collodion film. It seems that a reaction takes 
place between the nitro-cellulose and the dyes at this high temperature. 
There is no bleaching of the solid dye at this temperature interval 
in the absence of collodion. The temperature coefficient in the tber- 
mal process is two. 

Weigert {Z> Physik 5, 1920, 410), Prcdwoditclcff and Nctscha- 
jewa {ibid 32, 1925, 226) observed that the initial rate of blea^ljim^ 
of these dyes in collodion films on illumination is proportional to^^^c 
lig^t absorbed when the concentration of the dye is very small. 
tht concentration of the dye is increased the velocity becomes a pqrjos^c 
function of the dye concentration. 
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Zchodro {J. chim. phys. 29, 1929, 59) has shown that the electric 
conductivity of the collodion films colouicd with cyanin, pinaverdol 
or pinachrome increases on illumination but no increase is observed 
when the film has become decolourised. When illumination ceases 
the electric conductivity gradually decreases. 

Ckmilxaninescence in the oxidation of dyes. 

The glow observed when different dyes and oiganic substances 
are oxidised by ozone or hydrogen peroxide has been investigated 
by Dhar and coworkers (Z. anorg. Ohem. 173, 1928, 125) with the 
following results : — 


Dyes. 

Solvent. 

wavelength of light emitted 

Eosin 

Methyl alcohol 

6020 to 5320 “A. 

Uraninc 

Ethyl alcohol 

5860 to 5030 „ 

Neutral red 

Methyl alcohol 

6050 to 4650 „ 

Rhodamine B 

Ethyl alcohol 

6170 to 4670 „ 

Thioflavine 

Ethyl alcohol 

5700 to 4690 „ 

Gartharamine 

Methyl alcohol 

66.50 to 4580 „ 

Rhodamine BJNN 

Ethyl alcohol 

6190 to 4620 ,. 

Erythrosin 

Ethyl alqohol 

6060 to 5310 „ 

Gartharamire 

Ethyl alcohol 

6050 to 5860 „ 

Rhodamine 

Ethyl alcohol 

5910 to 5530 „ 


The foregoing floui*esccnt dyes gave out the best glow amount 
the numerous dyes investigated by us. When ozonised oxygen is passed 
through solutions of the following fluorescent and non-fiuorcscent 
substances a glow is also observed but the intensity of the glow is less 
than that obtained with the first group of fluorescent dyes : — 
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Methyl blue, alizarin, resorcinol benzene, azure eosin, rose 
bengale, theonine, methylene blue 2B, chlorophyll, resorcinol sucti- 
nyl, resorcinolacetonedicarboxylene, gallein, fluorescein alkaline and 
aesculin. 

There are several other dyes in which the glow was less intense 
than in the two previous groups. We have also observed that several 
dyes, when oxidised by hydrogen peroxide and ferrous sulphate become 
luiuinous. In this case both fluorescent and non-fluorescent dyes 
when oxidised by hydrogen peroxide and ferrous sulphate give out 
glow. 

It is interesting to note that the glow on the oxidation of dyes 
is intense when the dyes are fluorescent. The chemiluminescence 
spectra of Rhodamine B extends horn 6170 to 467G*’A. and the fluo- 
rescent spectrum recorded by Kautsky and Neitzke (^. Physik, 31 , 
1925, 60) consists of lines from 6680 to 4400®A. Hence it appears 
that the chemiluminescence spectra and fluorescent spectra of Rhoda- 
mine B are not altogether identical as has been assumed by Kautsky. 
Numerous fluorescent and non-fluorescent substances give out glow 
when oxidised by ozonised oxygen or hydrogen peroxide and ferrous 
sulphate and the glow is intensified by warming the solutions. But 
the view advanced by Jorissen {Chem. WukbendX^ 1904, 789) andMoureu 
and Dufraisse (Reports of Solvay international council of chemistry 
Brussels, 1925, page 524 ) that slow oxidation is always accompanied 
by luminescence is not correct because there aie numerous substances 
which can be oxidised cither by oxygen or hydrogen peroxide or 
ozone and do not emit a glow. The intensity of the glow given out 
in the oxidation of dyes becomes less with the increase in the concen- 
tration of the dye. The late Professor J. Perrin reported {Ann. d. 
Pfys. (9) 10 , 133 ,1918) Cmpt. rend 177 , (1923, 714) that the in- 
tensity of fluorescence of substances decreases considerably as the solu- 
tion is concentrated. He also advanced the view {ibid. 178 , 1924 , 
liOl) that the phenomenon of fluorescence is caused by the decom- 
ptMition of the molecules of tne fluorescent substances. In other words 
Fferrin included fluorescence in the domain of chemiluminescence. 
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Wood (J*hil. Mag. (fi), 43, 1922, 757) supported the hypothesis of Perrin 
from his experiments on rhodaminc. 

It is observed that an aqueous solution of aesculin in contact 
with the atmosphere loses about 60 per cent of its fluorescing power 
when exposed in a glass tube to the radiations of a mercury arc for 
one hour. The active wavelengths are longer than 3300°A. in 
this case. In an evacuated glass tube the fluorescence power remains 
constant during an irradiation pciiod of 30 hours. In a quartz tube 
evacuated and sealed off, the intensity of the fluorescence decreases 
after 2 hours to 19 per cent of its initial value. This loss is due to 
the photo-decomposition of aesculin by the absoiption of the mercury 
lines of wavelengths below 3300°A. As a general rule it can be 
stated that the organic and inorganic fluorescent materials are much 
less subjected to fading if they arc caiefully protected from oxygen 
and in some cases from water vapour. 

It is generally found that the closed ring structure of the dye 
is associated with the appearance of fluorescence. Only 85 out of the 
1450 dyestuffs listed in the colour index give out fluorescent light. 
None of the large group of dyes included in the azo dyestuffs is fluo- 
rescent. The most brilliantly fluorescent compounds flourescein 
eosin and rhodamine belong to the xanthene group. Euchrysine, 
trypaflavine, choriphosphine in the acridine group, primulin and thio- 
flavine in the thiazole group , magdala red and safranine in the azine 
group and some indanthrenc dyes show marked fluorescence and 
they all contain a closed ring structure. On the other hand, the open 
bridge compounds like auramine, malachite green or crystal violet 
are not fluorescent . 

It seems that although the closed ring structure adds more sta- 
bility towards photo-chemical oxidation of the dyes than the open 
chain compounds like malachite green but the fluorescent dyes are 
liable to be photo-chemically oxidised by oxygen of the air and in this 
respect they behave like chlorophyll. 

Weigert {Z- Phjsik. 10 , 1922, 349), McLennan and Miss Cale 
{Proe. Rcy, Soc. 102 At 1922, 256) Miss Kearney Aiiijf. 47 . 
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124,48) Pringsheim (^. Physik 10, (1922), 176) and Ghakravarti and 
Dhar \z. anorg. Chem. 142, 1925, 299) and Beese and Marden 
{J. optical Soc. Am. 32 (1942), 317) showed that the bleaching 
of fluorescent substances is not caused by fluorescence but is due to 
to the photo-oxidation of the organic compounds by oxygen of the 
air. Hence the bleaching of the dyes on exposure to light is in most 
cases due to photo-oxidation and in some cases when the illumina- 
tion is intense the photo-decomposition of dye can take place. This 
phenomenon of fading has nothing to do with the fluorescence of 
substances . 

We have shown that the solutions of ammonium nitrite, when 
exposed to light and air in the presence or absence of substances 
like silica, zinc oxide or titanium dioxide undergo two types of changes, 
photo decomposition and photo oxidation according to the equations; 

NH* N0,->N,-1-2H,0 
and NH4 N0,+0,-^2NH4 NO. 

Many dyes also can undergo photo-oxidation and photo-dccomposi- 
tion like ammonium nitrite, the difference being that in the case of 
ammonium nitrite the photo-decomposition is more pronoimced than 
the photo-oxidation, while with the dyes photo-oxidation is more pro* 
novmced, specially with basic dyes, than photo-decomposition. It 
is clear, therefore, that the phenomenon of fluorescence of colouring 
matter cannot be included in the realm of chemiluminescence. 

Ikyos as PhotO’S$nsitiz*rs and Dcssnsitiztrs. 

In 1873 Vogel discovered accidently that photographic plates 
stained with a yellow dye showed a maximum sensitivity to light in 
green instead of the blue region of the spectrum. Bccquerel in 1874 
found that chloroph>ll had the same effect. In 1875 Water-house 
observed that eosin's a powerful sensitizer for green and yellow light. 
The associated dyes rose bengaleand erythrosin are still used for this 
purpose. 

It is well known that at present colouring matters are exteoiively 
used in increasing the sensitivity of photographic plates. It has been 
ohaerved that a maximum of sensitiveness coi responds to a maximitfi 
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light absorption. The photographic plates become sensitive to the 
rays absorbed by colouring matters. But all coloured substances 
cannot act as optical sensitizers. In oidcr that a coloured substance 
may be active, it is necessary that it should be absorbed by the silver 
halide and must be able to exert a reducing action on the silver salt. 
Among the substances possessing an optical sensitizing power the 
following arc important: — 

For the greenish blue — Ghrysaniline, acridine yellow, uranine. 

For the yellowish green — Eosin, crythrosin, quinoline red. 

For the orange -Cyanine, methyl violet. 

For the orange red-N igrosine, pinacyanol. 

For the red and infra-red — Dicyanin, Neocyauin, Kryptocyaninc 

All these substances do not have the same importance. Eosin 
and erythrosin which show the maximum of absorption in the yellow 
green part of the spectrum arc very convenient for the purpose of 
sensitization to visible light. Cyanine which absorbs specially in the 
orange increases the sensitiveness to red light better than eosin, but 
it has a tendency to fog the plates as it exerts a marked reducing action 
on the silver halide and hence is seldom used without mixing it with 
other sensitizers. Most of these sensitizers are basic dyes containing 
iodine and can act as reducing agents specially in presence of light. 
Hence they perform dual functions, i.e., marked absorption of visible 
light which helps in the decomposition of silver halide, and photo- 
reduction of the silver halide. Both tkc3C functions arc prominent 
in the phenomenon of photo-sensitization. The colouring matters of 
leaves chlorophyll-a C« H71 O, Mg., chlorophyll-b Gn H,o 
N4 Mg xanthophyll G^ Og and carotin G^o no*, only 
ahsm'b visible light markedly but also being reducing agents exert 
reducing action on the carbonic acid and help in carbohydrate pro- 
duction. 

For colour photography by the Lumiere process, it is necessary 
that the emulsion should possess as uniform a sensitiveness as possible 
U> all parts of the spectrum. Panchromatic plates can be obtained 
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by sensitizing the ordinirv plates with orthochrome-T or ethyl red, 
both of which possess two maxima of absorption, one in the green and 
the other in the yellow. 

The blue lepidine cyanines extend the sensitivity into the led. 
Orthochromc-T (p-toluquinaldin-p-toluquinoline ethyl cyanine) gives 
a very uniform sensitization, whilst pinachrome (p-ethoxy quinaldine 
p*ethoxy quinoline ethyl cyanine) sensitizes upto 6500°A. pinaverdol 
(p-toluquinaldine quinoline methyl cyanine) is particularly cffectixe 
in the green and yellow. Tiue panchiomatic sensitivity is obtainable 
with pinacyanol and ethyl cyanine, both being effective in 6C00-°A. 
Dicyanin and neocyanine are useful right upto the extreme limit of 
visible red and the near infra-red, without causing undue predomi- 
nance at the other end of the visible spectrum. *Homocol ’ and 
‘Isocol’ produced by the Baeycr company are of this type. Krypto- 
cyanin acts as a good sensitizer for the near infra red rays. It is effica- 
cious upto 8500°A. and dicyanin even beyond 9000“A. One of 
the carbocyanines Xeiiocyanin gives a maximum sensitivity at 9660** A. 
and extends upto 13500°A. 

Pinaverdol and Orthochrome-T are generallv very rapidly de- 
colourised on exposure to light ir* aqueous solutions or thin films and 
they are basic dyes. They can be applied to tannined cotton but 
are mainly used for sensitizing photographic plates towards green 
light. 

The isocyanines are reddish purple dyes but too costly and fugitive 
to be of value for application to fabrics. They sensitize photographic 
plates upto the orange. The moste\en and rapid sensitization is 
caused by the methyl compounds and this action becomes less pro- 
nounced when larger alkyl groups arc used as substitute. This shows 
cleilrly that light sensitu eness generally decreases with increasing 
molecular weight. Amongst the isocyanin compounds the most valu- 
able ones are ethyl red, sensitol green or pinaverdol. The carbo- 
cyanines sensitize photographic plates in the yellow red parts of the 
spectrum and are more active than isocyanines. Unlike the corres- 
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ponding isocyanines, the methyl carbocyanines are poor sensitizers. 
The ethyl derivatives are the best and the higher alkyl derivatives fall 
off in value as the series is ascended . This shows again that an in- 
crease in the molecular weight makes the dye more stable. The most 
valuable substance of this class is Pinacyanol or sensitol red which is 
1 : 1 diethyl 2 : 2 carbocyanine iodide. 

The thiocarbocyanines are bluish red or purple dyes. They can 
be applied to tannined cotton but are mainly notable for their power- 
ful sensitizing action on the photographic plate. Similarly oxacarbo- 
thiocyanines with oxygen in place of sulphur have also been obtained 
and used as photo-sensitizers. 

The indocarbothiocyanines, notably Indolenine red is a pure and 
coloured dye fast to acid and alkali but only moderately fast to light. 
In its dyeing properties it resembles Rhodamincs. The Apocyanincs 
constitute an exceptional class of subitAnces in which two quinoline 
nuclei are directly combined. Recently carbocyanine dyes have been 
prepared with larger polymethinc chains containing two heterocyclic 
nuclei. These include the dicarbocyaninc with a connecting chain 
CH : CH C Br :CH. GH and the tricarbocyanines. The absorption 
spectra maximum and the production of maximum photographic 
sensitivity are both nearer to red end of the spccttum than in those 
of the corresponding simple carbocyanines. 

The cyanine dyes including isocyanine, caibocyanine, thiocai bo- 
cyanines, indocarbocyanines, oxacarbocyanincs, apocyanincs have been 
largely used as photographic sensitizers. The best known amongst 
them have already been named. All these substances arc rich in 
carbon and hydrogen and do not contain any oxygen but arc usually 
iodo-derivatives. Apparently they behave as reducing agents and arc 
likely to be unstable like iodoform and undergo photo-oxidat»on 
by air. Hence they are suitable as sensitizers and act as great absor- 
bents of ligiit and exert reducing action on the silver halide of the 
photographic plate. Similarly Rose Bengale, cosin, crythrosin also 
act as photo-sensitizers, for although they contain oxygen, they are 
rich in carbon and hydrogen and thus exert reducing action on the 
silver salt. 
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Aurantia which contains six nitro groups can act as a photo* 
graphic desensitizcr. Being an unstable substance it can undergo 
decomposition in light and is not reducing in its properties like photo* 

sensitizers. The following substance has also been found to be a de- 
sensitizer. 



3 : 1 Dialkyl 8 : 9 diazothia-2 carbocyanin perchlorate. 

The function of the desensitizer appears to be as follows : — 

The light energy absorbed by the desensitizer is dissipated as 
soon as possible without reacting on the silver halide molecule. The 
desensitizer forms a stable adsorption complex and probably comp- 
letely covers the silver halide molecule and does not exert any reduc- 
ing action on the same. 

In case of Aurantia, the desensitizing effect may be due to the 
absorption of light by the molecules and their consequent decom- 
position, thus the absorbed light is completely dissipated without affect- 
ing the photographic emubion. The action of other desensitizing 
agents may be explained in the same way. In some cases, however, 
the light absorbed b^' the dye is converted into heat immediately. 
Phenosafranine has been used as a desensitizei for a long time ; it can 
markedly absorb vuible light and is not a reducing agent. Just as a 
large number of NO| groups present in a dye make it unstable, simi- 
larly a large number of iodine atoms in a molecule is likely to make a 
dye also unstable. It seems, therdbre, that sudi iodo compounds 
after absorbing light can break up and thus dissipate the light energy 
absorbed and should be able to act as dcsensitizers. Similarly the per- 
d^oxate 3 : 1 dialkyl 8 : 9 diazothia 2 carbocyanin perchlorate may 
be unstable like Aurantia and may break up by lig^t absorption. 
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The preparation of cyanin dyes containing nuclei otl cr than 
the original one, i.e., quinoline, greatly enlarges the field of this grou i 
of dyes as did observations that the new type of cyanins hud valuable 
photographic properties. The cyanine dyes of long chr irs have made 
possible the preparation of infra-red sensitive ])hotograptiie materials 
which are used for long distance photography and also for their power 
of conferring sensitivity to light of various colours. This has made 
possible a true rendering of colours in monochrome and led to a great 
increase in speed, specially to artificial light. The high achievement 
of modern photography are, in fact, largely due to photographic 
sensitizers of which cyanines arc amongst the most important. Sensi- 
tizers have also made possible the tcchnicolour photograj)! y 

Isocyanincs have appetred in the market undci the names, ethyl 
red, Homocol, Isocol, orthochrome-1’, pericol, pinachrome, pinachrom • 
violet, pinaverdol and scnsitol green; whilst cyarines are marketed 
under the names of ethyl cyanin-T and quinoline blue. 

Fuchs {Chm. 57, 1933 , 853 ) pointed out that certain sensi- 
tizers containing benzthiozolc nuclei are superior to the older cyanines 
in that, they inhibit chemical fog because they are less reducing in their 
action on the silver halide. This is also confirmed by Sobolev, Bonda- 
reva and Evteeva (J. AppL (fhm. Russia, 9, 1936 , 335 ) who com- 
pared the sensitizing action of vaiious substituted cyanines containing 
benz and naptha-thiozolc nuclei. With complex compounds of tungs- 
tic or molybdic acid, the indocyanines and indocarbocyanines give 
coloured lakes which are fast to light. 

The I. G. Farben Industries state that indoxyl carbocyanines 
are specially good photo-sensitizers. 

Beattie, Heilbrou and Irving (J. C/im. Soc. 260, 1932) found 
that whilst the halogcno-carbocyanines arc sensitizers for the deep 
red or the near infra-red, the corresponding nitro-dicaibocyanines 
possess desensitizing properties. 

The neo cyanines sensitize into the deep infra-red. The azocya- 
nines are dyes with colours varying from yellow to deep red in solution 
and can act as photographic desensitizers. According to Brooker and 
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Keys (J. Franklin Ins. 210, 1935, 255) the furthest photographic excur- 
sions into the infra-red have been made possible by the discovery of 
long chain tetra- and penta-carbocyanines. On comparing the cyanine 
dyes, the paradimethyl aminobenzyl-benzylidin, quinaldine ethi- 
iodide and paradimethyl amino anil of quinaldialdine aldehyde ethi- 
iodide on one hand and on the other hand paradimethyl amino-ben- 
zaldine-^ naphtha quinaldine ethi-iodide and the paradimethyl 
amino anil of ^-naphtha-quinaldine aldeyhyde-ethi-iodide, it is found 
that the replacement of : CH by : N had the effect of broadening the 
absorption band, decreasing its intensity and shifting it towards the 
red. If the linking is by a : CH group, which is reducing in its action, 
the dye is a photographic sensitizer, but if replaced by a nitrogeh 
atom it possesses desensitizing properties. This appears to be a gene- 
ral rule. It is clear, therefore, that both photographic sensitizers and 
desensitizers must possess strong light absorption power. But the 
sensitizer is much more reducing in its action. 

It is well known that the ordinary photographic plate is not sensi- 
tive to ultra-violet light of radiations shorter than 2200* A. and 
this has been attributed to the absorption of the incident radiation 
by gelatine. 

Schumann {Ann, der Physik. 5) 1901, 349) showed that plates 
made with as little gelatine as possible were sensitive to radiations of 
wavelength 1250 to 2200® A. It is clear, therefore, that in ordinary 
photographic plates, short ultra-violet light is completely absorbed 
before it can reach the silver halide. These observations throw consi- 
derable light on the functions of photographic desensitizers which like 
gelatine actually absorb the whole of the incident light before it can 
reach the silver halide. All desensitizers must be capable of absorb- 
ing the incident radiations almost as completely as possible, so that 
none of the incident radiations can penetrate and affect the silver 
halide on the photographic plate. 

The fogging action of some sensitizers on photographic plate is 
chiefly due to the reducing action of the sensitizer on the silver halides. 
All sensitizeri which are readily bleached by absorption of oxygen in 
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presence of light are the ones which geneiallv fog the photographic 
plates. 

In this connection the obseivations of Padoa and Meivini (Affi 
R Acad Lincet 25, 1916, 168'> showing that the action of hydioqmnone 
in developing photographic plates is not only accelerated at higher 
temperatures but the silver bromide which has not been affected 
by light is also reduced and the plate becomes togg^, aie of great 
interest. 

It has been already stated that basic dyes aie moi deducing in 
properties than acid dyes and .11 e less fast than the acid dyes. More- 
over more basic dyes are used as photosensitizers than acid dyes because 
basic dyes not only absorb light but al«o reduce the silver halide 
specially in light These observations are supported by the results 
obtained by Schmidt {Z Wiss. Phot. 26, 1928, 86) who has reported 
that with photographic plates sensitized with basic dyes, there is more 
marked reduction in the sensitivity than with acid dyes, when the 
plates are treated svith potassium chromate and sulphuric acid ; the 
reason is that the basic dyes absorbed by the silvei halide aie more 
leadily oxidised by the chromic acid than aie the acid dyes which 
are less reduc ing in their properties. 

The tetra- and penta caibocyanines arc exccllentphoto-sensitireis 
but are unstable dyes and the stability decreases as the chain is elon- 
gated ^ 

Because of the very great importance of cyanine dyes in photo- 
sensitization and desensitization nutnerous complex cyanine dyes 
including isocyanines, thiacyanines, thiacarbocyanines, symmetrical and 
imsymmetrical carbocyanines, oxacyanines, oxacarbocyanincs selena- 
cyanincs, selena-carbocyanihcs, thiazolecyanines, thiazole cirbocya- 
nines, oxazole cyanines, selana-zolocyanincs, thiazolino carbocyanines, 
neocyanines, apocyanines, aiacyanines^ etc. have been piepared and 
their properties studied with great vigour in many countries. 

The great increase in speed of panchromatic emulsions witnessed 
in recent years has been largely due to the new technique of 'super 
sensitization*. *rhat it is possible to attain sensitization by the addi- 
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tion of such super sensitizers greater than the sum total of the individua] 
sensitizers, is claimed by C. E. K. Mecs. An alcoholic solution of 
the sensitizer and the super sensitizer is diluted with water and added 
to the emulsion. As for instance, ten parts of pinacyanol may be 
super sensitized with one part of pinallavol, the region of response 
induced by each overlapping. The net effect is to obtain greater 
speed in sensitized region than the sum of the two sensitivities conferred 
by eac h separately. Another example is that of a thiacarbocyanin, 
super sensitized by the addition of 8 — alkyl diabenz-thiacarbocyanin. 
It seems that in such cases the light absorption by the mixture is greater 
than the absoiptiors of the two sensitizers estimated separately 
(Compaie Dhar and co-workers J. Indian Chm. Soc. 11, 33, 311, 
629 (1934), 17,673 ri9101. 

The amount of these sensitizers added to an emulsion is 
small as compared with fluorescein salts. About 0.05 per cent of the 
weight of silver bromide would be used in the case of pinacynol ; 0.07, 
per cent in the case of pinachromc, orthochrome-T or pinaverdol. 
These dyes absorb light very markedly and are all rapidly decolourised 
on exposure to light in form of aqueous solutions or thin Aims. 


SUMMARY. 

1. Basic colouring matters usually contain large number of carbon and 
hydrogen atoms and behave as weak reducing agents and are oxidised by the oxygen 
of the air, specially in presence oflight and thus become light fugitive. 

2. Acidic dyes are richer in oxygen than the basic dyes and are not oxidized 
by atmospheric oxygen as much as the basic dyes. 

3. In general basic dyes have smaller molecular weights than acidic dyes. 
The greater the molecular weight of a dye, the greater is its stability towards photo- 
oxidation. 

4. The acidic dyes exist when mixed with water mostly either as finely divided 
particles insoluble in water or colloidal aggregates. The banc dyes usually exist in 
the molecular condition when dissolved In water. 

5. The naturally occurring colouring matters contain more oxygen than the 
artificial basic dyes and resist photo-oxidation specially when they are in the colloidal 
condition or protected by other colloids. 
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6 When fluorescent and non fluorescent colouring mattera in alcoholic and 
aqueous solutions are oxidized bv ozone or hydrogen peroxide and ferrous sulphate, a 
glow IS observed The g] oh is more proiounced with fluorescent colouting sub- 
stinres The bleaching of fluorescent colouring niatteis is not ciused by their fluo- 
rescence but u due to their photo oxidation or photo decomposition 

7 A colouring matter can fade due to (1) photo-decomposition, (2) photo- 
oxidation by air, (3) photo reduction by the fibre or the mordant 

fl Photo sensitiscrs pla> a very important pirt in modem photogi iphy Ihc 
(olounng matters used as photo sensitizer pcilorm dual functions, i e , act as a 
marked absorbent of visible light ind exert ledncmg iction on the silver halide 
Photo-sensitizrrs are usuilly basic dves 

I Photof^raphic desensiti/crs arc ils go kI ibsti bents rf hgl t hut cannot 
xert reducing action on ihe silver halide The desensitizing effect is chiefly due 
to (he complete ibsorption of light by the desensitizing colouring matter Thus 
(hr 1 ght cannot reach and affect the silvei halide In the case of some desensitizcrs 
the absorbed light breaks up the dcsensitizer molecules and is completely dissipated 
liefort It reaches the siKer halide parfuJes 
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ON THE FLOW OF AIR THROUGH CHINK OF A REED 

VIBRATOR 

By 

Ram Gopal Chatterji, M. Sc. 

[Communicated by Dr. R. N. Ghosh, D, Sc., F, N. I., F.A.S.] 
Received on May 13, 1949, 

This paper gives a report of the experimental work on the flow 
of air through chinks in the case of (1) stationary and (2) vibrating 
reeds. The production of sound waves by the periodic efflux of air 
through the variable chink of a vibrating reed is a well known pheno- 
menon and has applications as acoustical sources. The present 
experimental work was undertaken to determine the nature of air flow 
as it comes out of the chink and the resulting pressure changesin the 
outer regions of the flow. We have found a /one of**negative pressure 
on the rear side of the reed showing that Kiichoff s law of flow are not 
obeyed. Similar zones have been observed earlier by Page and 
Johansen (1927) in the case of flow behind an inclined flat plate. 

We have also studied for the first time the variation of jrcssurc 
with time near the chink. By taking into account the effect of viscosity 
on air flow and by a modification of the theory of Ghosh (1946) on 
maintained vibration, we have been able to account for the phenomena 
in a general way. There is a good similarity between the experi- 
mental and theoretical curves which suggests that viscosity docs play 

an important part in the flow of air. 

The experimental work w’as divided into two parts. ^ In the first 
part measurements of velocity of flow were taken and in the second 
pressures at different points were measured. These observations were 
A49-3-1 
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taken for both stationary and vibrating reeds. Study of variation of 
pressure with time has been done by oscillographic method. 

To achieve these the outlet end of a wind tunnel was closed with 
a wooden disc to which was screwed a small wooden box. There was 
a rectangular slit in the wooden disc to allow wind to enter the box 
and in order to minimise the streaming motion from the wind tunnel, 
waste cotton padding was inserted in the proper places. This was 
done to simulate the condition of the case of haimonivm reed vibrator 
where static pressure is developed with the help of bellows By this 
device sufficient pressure was developed wdthin the box. The magni- 
tude of the pressure developed in the box was adjusted by the "speed 
of the blow'cr. 

The reed vibrator was housed in a slot made in a 

brass plate 1/8" thick which was screwed to the lid of the box. The 
reed was arranged to be in flush with that surface of the brass plate 
which faced the interior of the box and thus chink was formed when the 
reed moved towaids its inward position. In the case of stationary reed 
observations it was kept slightly inclined to the plane of the slot so that 
air would issue out through the chink which was formed along the 
length and the tip of the reed. Observations were taken over the reed 
at different points in one plane The observations were repeated for 
planes at different heights. 

Velocity Measurements 

For measurements of velocities a hot wire anemometer was used. 
As the direction of air greatly influences the cooling effect, the anemo- 
meter wire was placed in such a manner that the wire was always 
normal to the wind flow in which position the cooling effect is 
maximum. This was assured by placing tl e wire parallel to the longer 
edge of the reed. Length of the anemometer wire was chosen to be 
suitably smgill in order that it may record air flow at a point which 
may be taken to be the middle point of the wire. Further the leads 
to the wire were oriented practically parallel to the diiection of wind 
flow in order that they may produce least disturbance at the point of 
observation. The current through the anemometer wire was adjusted 
with the help of a series variable resistance such that in the absence of 
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any air flow, the anemometer wire became red hot. The current was 
noted. Tlxe potential difference acioss it, for the wind velocity zero, 
was measured by a potentiometer. For measuring velocity of air flow V 
at a point, the anemometer wire was placed in confirmity of above 
requirements the current through it was adjusted to the above noted value 
and the potential difference acioss tl e wire W'as recorded. In order 
to minimise any change m (unent due to change in the lesistancc in 
the hot wiic, the vai iable resistance used in seiics with it was cho'en to 
be suitably laige The instrument was found suitable for measuiements 
of small wind veloi ities of oin experiments. Forpiactical purposes we 
may take the wind velocity to be givcnbyp £„ where i is a con- 

stant of proportionality In tl e case of vibiating retd as the vclocitv 
of air is not constant, gives the i . m s. value of the velocity. 

Measurements of velocity were taken at different points in a plane of 
line of flow lying at fixed height above the iced, the least heigi t in the 
case of vibiatiig reed being aiianged so that the reed did not touch 
the hot wire 

Foi mcesurements of average d)namic pressure, a special inclined 
manometci was cons'ructed It \sas made out of a glass tubing about 
4 mm in diameter, the extended pait cf the manometer being formed 
into a glass probe, the end of which was closed and a small hole of the 
size of 2 mm diameter was made very neai to it The tube was placed 
in su h a manner that the flow of wind was tangential to the surface 
of the hile at the point wheie meisuiement of pressure was dedred to 
betaken The manometei oiilice v\ as purposely made sm ill and the 
edges of the hole were smoothened so that no sharp ridge was proje..tcd 
agaii St the flow of ail, as any ridge would slacken the velocity with 
consequent development of stagnant pressure near the orifice In 
taking pressure readings which are small, parallax error was avoided bv 
placing a second scale about 5 ft. behind the manometer scale. 

In the case of vibrating leed, the absolute values of r.m.s. press- 
ures at various points were found out with thehelp of a calibrated West- 
ern Electi ic 640 AA type microphone and associated amplifier. A small 
brass probe was used for measurement of pleasure ata point; the attenua- 
tion due to probe was neglected as the frequency of piessurc variation 
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was small. Figure 4 shows the r.m.s. pressure curve. We find the 
r.m.s. value comes out to be about 70% of the constant pressure inside 
the chamber. This is the order of the r.m.s. value predicted from our 
theoretical consideration (see figure 7) given later. 

Observations ; - 

Plane of observation : —Normal to the plane of the slot in the brass 
plate and one centimeter frcm its shorter free end. 

X and z are two perpendicular directions in the plane of observation 
with the edge of the slot as origin, values of x being measured towards 
the middle of the iced in a direction parallel to shorter free end of the 
slot 

{A) Velocity Observations : — 

Constant current through anemometer wire = 0*7 amps. 

E. M. F. across hot wire (jEq) for zero velocity of air 1*7225 volts. 

Vibrating reed. 


V V 8 

Height 

C«*3 mm. 

Height 

C—5 mm. 

Height cm 

1 Height e«*2 cm 

1 

Distal 

across 

B, 

1 

-/(E.-B.) 

B, 

/{E.-E.) 

B, 

1 

B, 

1 


-•4 

1*3716 

*593 

1*3918 

*575 

1*4036 

565 

1*4824 

•490 

-•2 

1*2S60 

•653 



1 3364 

622 

1*4250 

•546 

0 

1 2460 

690 

1 2588 

681 

1*3041 

*647 

1*3705 

*593 

•2 

1 1673 

•745 

1*2194 

' 709 

1 2580 

681 

1 3150 

*638 

•4 

1*1275 

•771 

1*1717 

*742 

1 2208 

*703 

1 1*2675 

*675 

•6 

1*1120 

CM 

00 

1 3750 1 

1 

•765 

1 

1*1890 

*730 

, 1*2707 

*707 

•8 

* 

1-1365 

*765 

1*1254 

•772 

1*1607 

*749 

1 1*1870 

*731 

1*0 

1 1820 

*736 

1*13941 

i *763 

1*1540 

*754 

1*1673 

*745 

1*2 

1*2460 

•690 

1*1878 

*731 

M670 

*745 

1*1690 

*743 

1*4 

1 

1*2345 

1 

•699 

1*1943 

1 *727 

1*1730 1 

1 *740 

1*1678 

*744 
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These curves show that the velocity with distance relations h ive 
I entarkable similarity m the cases of vibrating ind stationary neds 



1 1 

So wt nia\ (oi dude that the sti earn 111! I Hi i, m d n m 

the two cases Further from the graphs we f nd th it the maxim i 1 
Nfiocity cuives appioichcs the centre of the lecd asimpt ticiIK is we 
LO holier ibo\e the plane of the reed 



I C 2 

{B Pret ute ObunaU 

The following tables sho v the i ressure observations which were 
taken with the help of ippaiatus desrnbed c irher 
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Stationary Reed 


Di t cc He 1 c n for t c undcriotcd pressures in in*n of alcohol 

cr ss t c 



P c suie 

P 

He«»lt 

j 


r m 

s Presture n 

Dynes/^q cm 


ns e 
c\ mber 

in err 

XBB 4x 2 

m ci 


X- 2 

cm 

4 1 
n 

6 

X- 8 

cm 

x»l 0 
c n 

x->l 2 
cm 

380 dyne 

5 cn 


135 

182 

231 

252 

254 

235 

219 

per 

1 

63 80 

110 1 

158 

215 

236 

245 

238 

235 

Sq cm 

2 

50 62 

75 

93 

133 

2^0 

1 

240 

215 

199 


Amplitude {q of vibrat on oi reed>»0 7 cm 
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Flow of Air Through Chink 

The isobars in the cases of stationary and vibrating reeds arc 
similar. We make the following observations from the curves. The 
carve for normal pressure starts fiom a height of about 5 mm from 



the upper plane of aperture. It rises very quickly towards the middle 
of the reed and reaches a height of about 2*7 cm. at the middle of 
the reel Lower down of thi> isobar is the isobar of — *5 mm. which 
does not continue upto c rink but bends round at a distance of 4 mm. 
across the reed. Practically enclosed by this isobar is the isobar of 
— 1*0 mm which indicates that the zone of maximum negative pres* 
sure is at a height of one cm. and at a distance of '8 cm. across the 
reed. As we go lower down from this zone of maximum negative 
pressure, we meet isobars with increasing pressure till finally just at 
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the back of the middle portion of the reed the pressure is about a 
mm. The zone of negative pressure on the reed has been marked, w ich 



ought not to have been there according to Kirchofis law. Observatioi s 
of the pressuie very near the mean position of reed in the vibrating case 
could not be taken due to vibratory motion of the reed, but as we have 
established that stream lines of flow are similar m the two cases, we 
conclude from the observations on the stationary reed, that thci< 
exists a zone of negative pressure just at the back of the reed near chinks 
and that the mid region between the chinks is a zone of excess 
pd^sure. 

From the nature of isobars, as also from the considerations of points 
of maximum velocity at given heights we can draw the stream lints 
as indicated bv the dotted lines in tl e graph for stationary leeds 


Phas? Rflation Bltwien (’hink Winm 
And PRfssURE 

It is very important to know in what manner the chink width cl anges 
and the pressure in the outside regions follows the changes or lags 
behind. In order to investigate these questions the pressure changes 
near the reed were photographed by ircans of an oscillograph. 
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In order to determine the phases of maximum and miiumum pressure 
changes with the variations of the chink width due to upward and 
downward motion of the reed the following device was made. 

A bent tube, with orifice as in the case of the probe of manometer, 
lead the presstire variations into a brass chamber specially designed 
to enclose a carbon microphone The resulting electrical impulses 
due to pressure variations were applied through a transformer to the 
vertical deflecting plates of an oscillograph after amplification, a 
synchronised sweep frequency being applied to the horizontal deflect- 
ing plates. In order to mark the phase of vibration of reed in the 
resulting pressure-variation pattern a bent wire was fixed in such a 
manner tlat the reed in one of its two extreme positions of vibrations 
just touched the wire and there by short circuited the secondary of 
transformer. As the microphone voltage applied to oscillograph got 
short circuited, dots appeared on the pattern at such instances. We 
should make an alIo^^ance of 90" in phase as the secondary voltage is 
so much out of phase with primary current which is in phase with 
pressure variation. A photograph for pressure variations at a point 
1*3 cm. from the chink and in the plane one centimeter from the 



Pressure Variations near Chink. 

Fig 5 

shortest edge of the seat for reed was taken and a figure showmg the 
aHociated chink width variations was drawn out of it. 

In the case of the figure showing the pressure variations just near 
the chinks we observe that just as the reed begins to move downwards 
A 49.3-2 
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i.e., just as the chink begins to open pressure is slightly positive, as 
the chinks open further the pressure becomes slight’y negative. It 
is slightly positive when the chink is open to its miximum extent. After 
this instant the reed retraces back towards its mean position and the 
pressure increases and becomes large. Just before the chink is closed 
the pressure decreases rapidly and becomes zero. When the teed 
reaches its mean position the pressure becomes maximum negative. 
Now as the reed moves upward, the chink is pn ctically closed and 
negative pressure predominates for a major pait of this half cycle. 
It was observed from th' fiTures* that the average picssure very near 
the back of the reed IS negative in the regions near the chinks and is 
positive midway between the chinks. The same co elusion was 
arrived at by manometric observations. 


Pressure and Chink-width Relation 
l^rom the nature of the flow pattern and isobais it is apparent 
that the flow behind the chink is govemed largely by viscosity of air 
and laws of potential flow are departed from We assume that the 
flow velocity « is given by 


«=jr. AP{ 


where, IT is conductivity of the clink (dimension £T/Af). This 
will hoM true as long as the chink is fine and viscosity is the predomi* 
nant factor in determining the flow. Hence the volume of air flowing 
through the chink per second will be given by 


( 1 ) 

where b represents the effective length of the chink. AP is the 
difference of pressure between the zones A and P a> a 

shown in the figure. Though in our case the flow is 
not exactly similar as will be clear from the following 
diagram but the flow will be dimensionally similar 
and Q, will be given by an expression similar to (1) 
excepting that the constant K will be different in th.e two cases. 


M 




*Other faguies not given m the text. 
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In the present case since tlie wave-length is laige tlic air issuing out of 
the chink will beha\ e like an incompressible fluid in the neighbourhood 
of the chink and then we can take the above equation to hold true 
in this case. 


In the c£Ue of a vibrating reed the chink width will simply be 
the displacement of the reed from its not mal position. Using the 
formula (Ghosh 1946) for excess pressure in the outside regions 
we get. 


ft - IP ■ 

^ 2itR* {cIR+jm) 


( 2 ) 


Since AP 


P-pt by combining equations (1) and (2) we get. 


p PKb 




f* 

(Op 


\ 


( 3 ) 


Wlxere P represents the constant excess of pressure within the 
chamber. ( will be given by 

(4) 

The real part of which represents the displacement of the reed, 


VIZ. 


i-^ocosmi (5) 

Substituting the exponential value of ( in equation (^) we get 
^o(cos 2mt+j sin 2<al) 

«^o(cos 20)/ -h/ sin 2(0/) -j 

In our case, /?*- 1 5 m ,/— 46 ^clesjm^ ft —5.8 cm., i—0’7 m. 


Taking the following values for the constants, Ji*=5 cm. w, 
gm"*., p = 1.25 X 10 ““ gm(c c , pc «42, 

The amplitude of *p* fbr various values of ‘/»/* has been calculated from 
the equation (6) and the curve plotted as in below. By comparing this 
diagram with that obtained by oscillographic record we observe 
that the two curves are similar except for a change of phase. We 
expect some change of phase to occur because of some finite 
inductance in the primary of the transformer used in the microphone 
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circuit. Wc find the negative amplitude of prersure to be larger 
in both the casea* The similarity between the experimental curve 



and the curve predicted by the law of slow motion under viscosity 
shows that viscosity plays an important part m the Oow of air through 
chink of a reed vibrator. The vibrating reed practically closes down 
the chink for one half of its period of vibration and consequently this 
part of Sow has not been dealt with. 

Fig. 6, shows also the plot of the square of theoretical pressure 
for the interval the reed opens. From this by measurement of area 
in Fig. 7, we find that the r m.s. value of pressure at the point under 
consideration is about 70% of the pressure P inside the chamber as 
was observed experimentally. 

Velocity Cunes 

At large distances from the aperture it has been fbund (Roscoe 
1049) that the radial velocity £/ at a distance r is ghen by 

t/- ^ (7) 

triiere ,t i> the perpendicular distance from the plane of apertuie. The 
two curves plotted in the velocity diagram (Fig. 2) are those calculated 
out from equation (7). Although the ctmdition required by the equa- 
tion are not fully realised but there is similarity between the two 
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curves. It has been ]’'0'sible to make quantitaii\c measurements 
and thus to verify the theory de\ eloped. 

Conclusion 

The paper ghes an account of measurement of ‘flow’ through 
chinks of (1) constant width and (2) the same in the case 
of chink of periodically varying width. The t\pes of flow in both 
cases have been found to be similar. The flow is least near the chink 
and increases as the point of observation is moved along one 
plane towards the dead centre; definitely there is a region of 
maximum flow before reaching the dead region. If the plane of 
observation is raised higher the same type follows but the maximum 
shifts towards left (Fig 1 and 2). The pressure measurement were done 
with a manometric probe; the isobars are shown in figine (3) in the 
case of a chink of fixed width. The measurements in the case of a 
chink of variable width gave a mean value which was not found to be 
accurate but the type of i'obars was practically similar. 

It has been found that the flow is governed by \iscosityand 
the law formulated by Roscoe seems to hold true in the case of chink 
described in the text. The volume rate of flow is proportional to 
difference of pressure and to the square of the chink width in the 
case where the length is laigc in compaiision to the width. A compari- 
sion of the pressure time cur\'c with the oscillographic record shows 
remarkable similarity in the case of a chink of periodically vaiying 
width. The theory developed has been quantitatively veiificd cxpeii- 
men tally. 
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A QVALITATTVC STUDY OF FLAME TEST FOR 
TIN, GOLD and BISMUTH 

By 

R. C. Mehrotra 

(Crbuicai. Laboratories, The University op Allahabad, Allahabad.) 

(Received on 4-3-1949) 

A blue mantle test for tin has been described by H. Meissner* 
as follows: ‘The substance or solution is treated in a porcelain dish 
with an excess of hydrochloiic acid and a piece of pure zinc rod is 
added The mixture is well stirred by means of a test tube filled 
with cold water and the tube is then inserted into a non-luminous 
flame. A blue mantle around the moistened part of the tube indi- 
cates the presence of tin.’ F. L. Hahn* tried to find out the cause 
of the above test and came to the conclusion that probably the blue 
luminiscence is not due to the formation of stannic hydride as was 
assumed by Meissnei. E. Schroer and A. Balandin* find that the 
blue luminiscence cannot be due to the excitation by free electrons. 
J. Hoffmann^ applied the test to glass analysis and again describes 
the test to appear by the reduction of glass by zinc and hydrochloric 
acid which affords SnH4 and this SnU^ deposits on the cold surface 
of the tube and colours the dame blue. 

The test in all probability is not due to the formation of tin 
hydrides. It was observed by Sale!* and later confirmed by Ban- 
croft and Weisci® that the tin chlorides themselves colour the Bunsen 
flame blue, the tin bromides colour it green and the iodide imparts 
a yellow colour to the flame. Therefore, the test for tin was repeated 
in the manner described by Meissner and it was found that if stan- 
nous or stannic chloride itself is dissolved in wratcr and a test tube full of 
\ygter placed in the solution, then when the test tube is brought to 

A49-S-3 
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the Bunsen burner, a blue mantle surrounds the bottom of the test 
tube. The only perceptible effect of addition of zinc and hydro- 
chloric acid is to increase the int^sity of the blue luminiscence. If 
the tin chloride is replaced by tin bromide or iodide, the colour of 
the mantle was respectively green and yellow. However, whm the 
test is repeated with zinc and sulphuric acid in the place of hydro- 
chloric acid, no blue mantle appears at all. It was found that the 
presence of sulphate, nitrate or fluoride ions inhibits the test, when 
their alkali salts are added in sufficient quantity to a mixture of tin salt, 
zinc and hydrochloric acid. The appearance of the blue mantle 
with tin salts alone makes the hydride theory very improbable. It 
might be argued that the free hydrogen present in the gas supplied 
to the Bunsen burner might be playing a part, but the instability of 
the tin hydride as prepared by Paneth and Furth’ by the action of 
metallic magnesium on a solution of tin chloride or sulphate in hydro- 
chloric acid rules out the above line of argument. Moreover, the 
non-appearance of the test when hvdrochloric acid is replaced by 
sulphuric acid cannot be explained by the hydride theory. As was 
shown by Schroer and Balandin^ who suggested that the method 
may be used for halogen acid, the reaction is a test of the chloride, 
bromide and iodide ions rather than that of tin. The chloride and 
bromide ions, somehow exhibit the test in the presence of tin ions. 
It occurred to the author that it may be a case of chemiluminiscence 
brought about by the recombination of halogen atoms formed from 
the dissociation of the tin salt according to the following scheme : 

Sn Gl*i?SnCl,-|-Cl 

If 

Sn Cl,+Gl 

Cl -j-Gl^Glg -fh» (luminiscence) 

Sn Clg-f O (from atmosphere)’->Sn O Cl, 

Sn O Cl„*Sn O Cl+Gl 

n 

SnO-HCl 

Similarly, Br-f-Br-^Br^-f h» (luminiscence) 
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Qualitative study of flam test 

The order of the liiminisccnce observed may be taken 
from the convergence limit of chlorine and bromine in their predis- 
sociation spectra. The convergence limits of chlorine and bromine 
are at 4785“ and 5107“ A, which lie in the blue and green region 
respectively. The heats of dissociation of chlorine and bromine 
are 57000 and 46^00 calories respectively and so the wave-length 
of the light emitted on the recombination of the atoms would be 
4987“ and 6147* A respectively (from 

If the above mechanism about the test were correct, similar 
colours must be observed from the chlorides and bromides of all metals 
where tendency to similar thermal dissociation exists. On applying 
this test, it was found that mercuric, thallium, platinum, manganese, 
cobalt, lead, nickel, cadmium and arsenic salts do not show any 
similar coloration. However, it was found that bismuth and gold 
salts do show similcir tests. The purpose of the present communi- 
cation is primarily to describe the flame test for gold which is of practi- 
cal importance, and to describe the similar coloration of the luminis- 
cence that is shown by bismuth and gold salts so that it may not be 
confused for the blue luminiscence shown by tin .salts in the Meissneris 
test. It further describes the interfering factors in the presence of 
which the (lame test for tin is suppressed. 

Flam reactions of tin salts : 

Stannic and stannous chloride gave a very brilliant blue man- 
tle, which increased in intensity on the addition of hydrochloric acid. 
Action of zinc further does not appear to have much influence. The 
blue luminiscence is suppressed if the hydrochloric acid is replaced 
by sulphuric acid and the test does not appear even when zinc is 
added in the presence of sulphuric acid. I^e blue luminiscence is 
also suppressed by the addition of ammonium sulphate, nitrate or 
fluoride to the tin salt. In the presence of hydrochloric acid, larger 
quantity of sulphate, nitrate or fluoride ions is necessary to suppress 
the test than without it. 
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Stannic bromide gave a brilliant green mantle which increased 
in its intensity with the addition of hydrobromic acid. If hydrochloric 
acid is added in the place of hydrobromic acid, the green mantle 
characteristic of the bromide is replaced by the blue mantle charac- 
teristic of the chloride. If the amount of hydrochloric acid is small 
or the solution to be tested cojitains some other souice of the bromide 
ions, so that the amount of bromide ions present is comparable with 
the amount of the hydrochloric acid added, then the green luminis- 
cence also appears when the blue luminiscencc has faded away. 

Stannic iodide gave a greenish yellow mantle and showed a 
behaviour similar to that of the bromide with hydrochloric acid. 

Tin sulphate and nitrate did not show any blue luminisccnce 
either when alone or in the presence of sulphuric acid and zinc. The 
luminiscence appeared on the addition of concentrated hydrochloric 
acid, but was again suppressed when sulphate or nitrate ions are added 
in considerable amounts. 

Flam reactions of bismuth salts : 

As the chloride, bromide and iodide of bismuth were not obtain- 
able in pure form, a pure Kahlbaum sample of Bismuth carbonate 
(tested to be free from tin) was taken and the flame test applied in a 
manner similar to the Meissner test for tin . 

Bismuth carbonate with hydrochloric acid gives a greenish blue 
mantle. Addition of zinc begins to precipitate metallic bismuth and 
does not improve the intensity of the mantle. However, the test re- 
mains positive so long as all the bismuth ions have not been removed 
from the solution. Addition of tin salt, however, replaces the greenish 
blue mantle of bismuth chloride by the intense blue luminiscence 
^aracteristic of tin chloride. 

Bismuth carbonate and hydrobromic acid gives a yellowish 
green mantle. 
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Bismuth carbonate and hydroiodic acid gives a very insensi- 
tive reddish mantle. 

Bismuth carbonate with sulphuric acid and nitiic acid does not 
give any perceptible mantle at all. Addition of small amounts of 
hydrochloric acid also in the presence of cither of these acids does 
not make the mantle appear. 

Flame reactions of gold salts: 

On applying the flame test to gold chloride in a manner 
similar to that described by Meissner for tin, a gold chloride 
solution in the presence of hydrochloric acid gave a brilliant 
green mantle. The gold chloride solution itself gives the 
mantle and along with the appearance of the green luminiscence, 
a film of brightly shining metallic gold is deposited on the 
bottom of the test tube. The mantle becomes much more 
intense in the presence of considerable concentrated hydiochloric 
acid. Addition of a speck of metallic zinc improves it slightly. 
The test, like the similar test of the bismuth and tin chlorides is 
suppressed by the presence of a considerable amount of sulphuric 
or nitric acid. 

Gold chloride solution in the presence of hydiobromic acid 
gives a pale orange mantle which is not improved much in its inten- 
sity even on the addition of metallic zinc. 

Gold chloride solution in the presence of hydroiodic acid does 

not give any mantle. This is probably due to the decomposition 

of the auric iodide with the simultaneous deposition of iodine. 

* 

On the basis of the above reactions, a green mantle test for 
gold has been recently described*. To perform the test, the gold salt 
solution is taken in a beaker, concentrated hydrochloric acid added 
to it and a small speck of zinc is put in. A test tube lull of water 
is held at the point wjiere hydrogen is evolving out briskly and then 
the test Cube is taken to the hottest part of the Bunsen flame. If gold 
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is present in the solution being tested, a very brilliant green mantle 
will surround the bottom of the test tube spreading upwards along 
the sides of the tube. The test is sensitive to 0*1 mgm. of gold 
per ml. of the concentrated hydrochloric acid. The test is not inter- 
fered by the presence of mercury, lead, silver and platinum ions 
and so gold is easily detected in an ore or alloy by dissolving the 
nitric acid insoluble portion in a little aqua regia, evaporating al- 
most to dryness to drive out the nitic acid and then applying the 
above test. The presence of tin however interferes, replacing the 
green mantle by the blue mantle characteristic of tin. Ck)pper ions 
also interfere 

Tht TMchmism of iht above flame reactions: 

Much more quantitative and spectroscopic work is essential, before 
any deflnite conclusions as to the cause of the above tests can be reached. 
Though the purpose of the present communication is mainly practical, it 
may be mentioned that the scheme suggested above drives support from 
the similarity in the colours of the mantles from tin, bismuth and gold 
chlorides. It is of interest to mention here a similar though an ob- 
servation unnoticed by workers in this field, of M. Polanyi and 
G. Schay^, who studied the chemiluminisccnce between the alkali 
metal vapours and tin halides. They observed that highly diluted 
flames of alkali metals burning in stannic chloride, bromide and 
iodide emit intense luminiscent and continuous bands. The bands 
extend from 400 to 550|i|i with K and SnCl*, 405 to 540pp with Na 
and Sn CI 4 , from 440 to fiOOpp with Na and SnBr 4 , ^nd from 500 
to 620pp with Na and Snl^* The intensity of the bands is the greatest 
in the centre of the band and decreases on either side. It is clear 
that with the naked eye the luminiscences would appear to be res- 
pectively blue, green and yellow in the cases of the chloride, bronlide 
and iodide. The chemiluminiscence is explained by a mechanism 
shown below: 

Sn X 4 “ Sn Xj + X 
2 SnX. » SnXt + SnX# 
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The mechanism is similar to the one suggested above. How- 
ever, the suggested mechanism also explains the part played by the 
cool surface of the test tube or hydrogen gas in providing centres of 
collision for the halogen atoms to unite, for as shown by Jost“, 
the recombination of halogen atoms to form the undissoseiated mole- 
cule can occur only as a three body process in the gaseous phase 
or On the walls of the nearby solid surfaces. 

However as stated above, much more quantitative work is needed 
before the mechanism can be definitely established. 


Summary 

1. The blu:: ni'intle test for tin has been studied and it has been found 
that the colour of the mantle differs with the hal'de taken. It has been fhrther 
found that the ten is interfered by the piesnccr of sulphate, nitrate and fluoride ions. 

2. Reactions similar to the a1}o\e have b'en found to be shown by the 
halides of bismuth and gold and hence precaut‘on is necessary not to mistake a 

mintle given by them for the piesence of tin. 

3. A new sensitive flime test for goll has bee i described. 

4. It hss been shown that the blue mantle given by tin canrot be due to 
the stannic hydride as was supposed. A tentative mechanism hat been suggested 
for the above flame leactions of tin, bismuth and gold. 
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THE NATURE OF HYDRATED COPPER HYDROXIDE 
PRECIPITATED AND AGED UNDER DIFFERENT 
CONDITIONS 

By 

R. G. Mehrotra and S. Ghosh 

Chemical Laboratories, The University of Allahabad, Allahabad. 

Rt ct i\cd on i-1-49 

It is a well known obsci vation that if a solution of caustic alkali 
be added to a solution of coppei salt, the colour of the precipitated 
hydi oxide changes from blue to black just when a drop ol the alkali 
is added in excess. The coloui change is generally assumed to involve 
the Conversion of the blue hydrated copper hydroxide to the black 
cupiic oxide. Evidently, the mechanism of the above conversion 
brought about by a drop of the alkali does not appear to be easily 
explainable as a simple dehydration process, involving molecular 
splitting off of water molecules as shown by the following equation: 

Cm (0/f),. X //aO#CaO+(x+l)HaO .... (1) 

A number of observations recorded below definitely demonstrate 
that the conversion of hydiated cupric oxide from blue to black variety 
is not a simple dehydration process. At the same time, it has been 
shown that the blue precipitate obtained by a deficient amount of the 
alkali differs in a number of properties from the black precipitate 
obtained by a slight excess of the alkali. Studies have also been made 
on the changes exhibited by the hydrated oxide on ageing. 

Copper hydroxide was precipitated by the addition of 100. Oc. c. 
of carefully standardised 0, 2N caustic soda solution to 50. Oc. c. of 
a 0. 2N copper sulphate solution. As the alkali was slowly added to 
the copper sulphate solution, the colour of the solution went on be- 
coming lighter and lighter, until about half the amount (50c* c.) of 
A49-3-4 
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the alkali had been added, after which the colour began to deepen in 
shade until deep blue copper hydroxide was precipitated down. The 
copper hydroxide was filtered off and carefully washed free from 
sulphate ions. It was observed that althogh just equivalent amount 
of the alkali had been used, the wash liqiioi had a little alkaline 
reaction detectable by the development of pink colour with phenolph- 
thalein. A similar observation' had been made by Tommassi and 
also by Dey and Ghosh that a solution of sodium chloride and sulphate 
show an alkaline reaction after shaking with hydrous cupric oxide and 
it is due to preferential adsorption of the anion. The precipitate was 
washed free from sulphate ions and was divided into five portions 
as below: 

(1) First portion was placed in 100 c.c. of distilled water. 

(2) Second portion was placed in 100 c.c. of N/ 100 caustic soda 
solution, 

(3) Third portion was placed in 100 c.c. of N/10 caustic soda 
solution, 

(4) Fourth one was dried between filter papers and allowed to 
remain in air, 

(5) Fifth portion was carefully dried by filer papers and placed 
in a desiccator over concentrated sulphuiic acid. 

The colour changes of the five portions were observed for about 
a week. The last one in the desiccator remained definitely deep blue 
whereas the one in contact with atmosphere remaind bluish though 
at a number of isolated point it turned brown or grey. The first one 
in distilled water gradually took up a light grey or brownish shade, 
the second one became almost defoitely black, whereas the third one 
was deep grey, deeper than the first but lighter than the second. The 
dSstilled water in portion (1) was tested after a week and found to be 
neutral even then. 

The above colour changes definitely show that the conversion of 
hydrated cupric oxide from blue to black variety is not a simple 
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dehydration process represented by the equation (1). If the said 
equation had represented the real piocc&s, then the rate of dehydration 
would have been slower in presence of water than in thedry atmosphere 
of the desiccator, while as recoided above, actual experimental 
observation's show just the opposite. However, all the above obeerva- 
tions can be easily explained by an extension of Kolibchutter and 
Tuscher’s views® regarding the blackening of blue copper h) dioxide. 
j\ccording to them, the blackening is not due to a molecular splitting 
off of water, but due to internal neutralisation as a lesult of ampho- 
teric dissosciation of copper hydroxide. Their news can be explained 
by the following equations : 


Cm (Oi/)a-=[(;M {OHy\*HOH)~ 

... (2) 

Cu (0H)^==[HCu 0A~+H* 

... (3; 

H^-[-{0Hr=H,0 

... (4) 

[Cu{OH)y+[H Cu Oa]"- [C« tu Oaj+//aO 

... (5) 


II 

2 Ca 0 


Thus the process is not a simple dehydration process, but involves 
internal neutralisation of the acidic and basic foi ms of cupric hydro- 
xide. The blackening cannot occur in the desiccator, where the 
dissosciation into the two forms is not possible, but it can occur in 
presence of water. The immediate blackening by a diopof the alkali 
can be easily explained on the above views. Moreover, an extension 
of the above views can also explain why the blackening, as observed 
above, is maximum in the presence of JV/l 00 alkali and then again is 
lesser in jV/10 alkali. 

The rate of the process (5) will be proportional to [{C# 

{{HCu Og)“]- It can be easily shown that if a-\-b is constant, then 
a X 4 has a maximum value when fl ■■ ft* Hence the rate of the above 
process of blackening shall be the greatest at the point where CCa 
0,)“j or at a pi/ at which the concentration of the 
twoions due to acidic and basic dissosciation of copper hydroxide are 
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just equal. The point may be defined as the isoelectric point and 
can be calculated from the following relationships. 

(Basic dissosciation constant). 
“Afl (Acidic dissosciation constant) 

Hence 

Now, at the point where [C u {OH)Y^ {Hiu Oj“, 

[Oi/]' Kb 


or 




Kw Ka 


.■.[ 0 «]- 


hbhw 


Hence, the blackening will be maximum when the hydioxyl ion con- 
centration is equal to ^ known, the basic nature 


of copper hydroxide represented by A 6 is much more pronounced 
than the acidic nature (represented byATa). Therefore, the isoelec- 
tric point will occur in the alkaline range. Now, if the hydroxyl ion 
concentration be lesser than this value, the basic form [C« (^)A/)]■^ 
due to the ionisation shown by the equation (2), will predominate, 
whereas if the hydroxyl ion concentration be greater than at tl e 
isoelectric point, then the acid form \H Cu 09 j~ari 8 ing out of the 
ionisation shown the equation (3) will be more prominent and hence, 
in both the c ses, the rate of blackening will be slower than that at 
the isoelectric point The above discussion explains so simply why 
the blackening was greatest at a caustic soda concentration of N/1 00 
aid was lesser in hydroxyl ion concentration both above and helow 
thh Value. An effort was made to determine the exact isoelectric 
pjhit by making acidic buffers of acidc acid sodium acetate mixturej 
and alkaUne buffers of boric acid — borax mixtures. However, it was 
observed that the borate ions stabilise the blue form due to the ten- 
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dcncy of complex formation, hence exoct comparisitions could not be 
made and the exact point could not be determined. 

However, the applicability of the theory can be demonstrated 
by the simple manner in which the observations of a number of 
previous workers can be easily explained. Tommassi'* obser\ed that a 
small concentration of manganous sulphate is able to stabilise the blue 
colour of copper hydroxide We have observed that this stabilisa- 
tion is almost permanent, A samp’c of the precipitate immersed in a 
dilute (1 %) solution of manganous sulphate placed on 20th Septem- 
ber, 1944 has preserved its original greenish blue shade even after the 
passage ofmore than four years However, we have observed that the 
stabilisation is not restricted to manganous sulphate, but a number of 
salts like manganous chloride, zinc suphate, aluminium sulphate and 
even copper sulphate itself show the phenomenon. A number of 
conflicting explanations^’ hue been oflered within recent 
years. Bancroft'* explains the stabilisation to be due to the protective 
action of adsorbed h>drous oxide oi manganese. On Bancroft’s views, 
Weiser* finds it unabV to explain the mechanism of stabilisation 
shown by copper sulphate itself and he supposes the stabilisat’on to 
be a phys'eal process depending merely on the size of the particles. 
Towles * tried to explain the stability to be due to the lemoval of the 
a Isorbed alkili which by its presence would have catalysed the 
blackening. Kruger ^ point out th<.t onl\ tl ©‘•c substances generally 
exhibited this stabilisations, which by their hydio ysis give an acidic 
solution. Fowle’s ® explanation is very close to outs, which is evident 
from the discussion given above, that in the acidic medium the llatk- 
cning will not ociUt due to the preponderance of the basic foim of the 
copper hydroxide. 

Apart from the above variation in the physical characteristics of 
the copper hydroxide pre^-ipitated and aged under different conditioi.s, 
we have recently observed* that the copper hydroxide precipitated 
with a slight deficient amount cf the alkali difleis from the one precipi- 
tated with a slight excels of the alkali in its dissolubility in dilute 
ammonia solutions. In this communication, we want to record a 
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number of qualitative ob.ervutions made regarding the variation of 
the properties of the hydroxide precipitated under difierent conditions 
and also the variation in the properties of similarly precipitated hydro- 
xide aged under different conditions: 

(1) 51.0c c. of 0.2^ caustic soda solution added to 50. Oc. c. of 
0, IM GuSO^ solution 

(2) 50 Oc. c. ofO 2N caustic soda solution added to 50. Oc. c. of 
0. IM CuSO^ solution. 

(3) 50. Oc. c. of0.2N caustic soda solution added to 51. Oc. c. of 
0. IM CuSO* solution. 

The precipitates were well washed free from all soluble electroly- 
tes and then allowed to age under the following conditions : precipi- 
tates obtained (1), (2) and (3) were each divided into three portions and 
allowed to stand in contact with the following media* 

(a) 100 c. c. of distilled water 4- 2c. c. of 0.2N caustic soda. 

(b) 100 c. c. of distilled water, 

(c) 100 c. c. of distilled water -{-2c. c. of0.2N acetic acid. 

A comparison of the three samples 1 (b), 2(b) and 3(b) aged 
under distilled water showed that although all the three had become 
greyish in shade, the first one was almost black, the second one was a 
little lighter greyish black in shade, while the third one was still lighter 
in colour. All the samples aged in alkaline solution became almost 
equally dark grey in a few days time; all the precipitates aged under 
acidic media retained their blue colour even after six months of 
ageing. 

Now, the solubility of the above samples, after being s^ed for 
about ten days, was tested in a solution of Roschellc salt (sodium pota* 
ssium tartrate) of the same concentration and also in a dilute solution 
of ammonia. Judged from the colour of the solution, the alkali aged 
sample (2a) showed much lesser solubility than the acid aged sample 
(2c) whereas the solubility of the sample (2b) was midway between 
those of (2a) and (2c) in both sodium potassium tartrate and ammonia 
solutions. Similarly, a comparison betwen the water aged samp’es (lb), 
(2b) and (3b) showed similar relationships. The sample (3b) obtained 
with a slight excess of copper salt showed the maximum solubility. 
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whereas the sample (lb) showed the minimum solubility of the three 
samples. 

The above variation in the proiiertics and particularly, the simi- 
larity in the range of the Solubility exhibited in a basic solvent like 
ammonia and an acidic solvent like sodium potassium taitrate may 
appear at the first sight a little difficult to explain. However, they can be 
easily explained by Bronsteds^®, Lowry’s*^, or Lewis",” views about 
the nature of acidic and basic substances 

According to Bronsted’s and Lowry’s conceptions of acid and 
base, both the ammonia (NH3') molecule and the tartrate ion are basic 
in nature, because both of them have a tendency to accept protons. 
Therefore a simdarity in the range of the solubility in the two media 
can be expected. Moreover, the nature of the dissolving substance 
being basic, that sort cf the piecipitate will have the highest tendency 
to dissolve, which has the portion active in this dissolution in the most 
acidic form. Cu'^^ and (GuOH)* ion can be regarded acidic in nature, 
because they have a tendency to combine with the basic (OH)~ion, as 
shown by the equations (6) and (7) : 

Cu {OH)i - [Ctt ( Oi/) ] V [ 07/ ] ' (6) 

[c«(0//)]*= Ca**+[o/7]' (7) 

Now from the law of mass action, the concentration of these 
acidic ions, Cu*^ and CuOH'*' will decrease as the concentration of the 
hydroxyl ions is increased ; and therefore with the increasing hydroxyl 
ion concentration, the solubility in the basic solvents like ammonia and 
the tartrate ion can be expected to decrease. 

According to Lewis’ conception, “the acidic and basic nature of 
a substance is governed by its tendency to accept or donate electron 
pairs to form covalent bonds, irrespectit c of^whether (he tt ansferof protons 
is involved or not”. Now, the solubiltty of copper hydroxide in both 
anunonia as well as the tartrate ions is due to the tendency of copper 
ions to accept the electron pairs donated by the ammonia molecules 
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or the tartrate ions with the formation of covalent bonds. Hence, the 
similarity in the dissolution power of ammonia and the tartrate ions, 
arising out of the srmc tendency can be easily understood. Morco\cr, 
the above mechanism explains the part played by the surface effects due 
to the precipitation and ageing of the precipitates under different condi- 
tions. The precipitate obtained with an excess of alkali or aged undei 
alkaline solutions will develop a negative charge on the particles due to 
a preferential adsorption of the hydroxyl ions and this charge will go 
on decreasing or rather may even change its sign when the precipitation 
or the ageing is carried out in acidic media. Hence, the particles of 
the precipitate aged under alkaline media, by virtue of the negative 
charge on them, will retard the electropo«itive character of the copper 
ions to accept electron paiis from either ammonia molecules oi 
the tartrate ions and hence the alkali aged precipitate or the precipitar 
obtained with a slight excess of the alkali will show a much lesser 
solubility in ammo.iia or Roschelle salt than the one aged in acidic 
media or precipitated with a deficient amount of the alkali. 


SUMMARY 

K The rate of blackening of hydrated copper hydroxide has been studied under 
different conditions. 

2. It has bjen shown that the observations on the rates of blackening can be 
explained by Kohlschutter and Tuschcr’s views bated on internal neutralisation. 

3. The theory of iso*electric point has been developed to explain a greater 
rate of blackening in ihe presence of N/lOO caustic soda than in the presence of 
N/10 alkali. 

4. Tie p'lino.’ne 101 of the stibilisition of the blue colour of the hydrated 
opper hydroxide by mtn^anous sulphate, copp-r sulphate, zinc sulphate etc. has 

been ezplaiaed on the above theory. 

5. T i: variatio 1 in the nature of the precipitate obtained and aged under 
diSbrent oonditioas has been studied. 

6. The abave variation has been explained by Bronsted^s and LiOwry*s defini- 
tion of acids and bases and also by G. N. Lewis* ^'Electronic conception of acids and 
bases,*' 
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PHYSIGO-GHEMIOAL STUDIES IN THE FORMATION OF 
GOMPLEX STANNIOXALATES 

PART II SPECTROSCOPIC STUDY OF SNCl^-H.CjO* SYSTEM 

Arun K. Dey and a. K. Bhattagharya 
Department of Chemistry, University of Saugar 
(Read on 30th April 1949} 

Abstract 

Ultra violet absorption spectra of mixtures of stannic chlondo and oxalic 
acid solutions have been studied. From an examination of the photographs of 
the spectra, it has been concluded that the compounds formed have die composi- 
tions:Sn(Gj| 04 ).j and H 4 Sn(Ca 04 ) 4 « 

In a number of publications we have inferred that stannic tin 
forms complex compounds with oxalates, malonates and succinates 
(1,2) and also with tartrates (3). In the previous part of the 
present scries (4) we have studied the compositions of the cbmplex 
compounds formed between tetravalent tin and soluble oxalates by 
the electrical conductivity method. It has already been pointed 
out by us (5) that since isolation and subsequent chemical analysis 
fail to convey a true picture of the complex compounds formed, as 
the products include double salts and adsorption complexes as well, 
physico-chemical methods must be adopted to elucidate the com- 
positions of complex ions. In persuance to above the absorption 
spectra of solutions containing the complex stannioxalate ions have 
now been studied in the ultra violet region and the results interpreted 
for the determination of the composition of complex ions. This paper 
records our results on the study of mixtures of stannic chloride and 
oxalic acid of various compositions. 

Experimental 

A solution of Schuchardt’s stannic chloride crystals was prepared 
by dissolving an approximately weighed quantity in Merck’s dilute 
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hydrochloric acid solution of known concentration. The solution 
was carefully estimated by gravimetric method, and diluted and hydro- 
chloric acid added to get a solution of exactly decimolar stannic 
chloride in normal hydrochloric acid. Hydrochloric acid was needed 
to prevent hydrolysis. This solution of stannic chloride in hydrochlo- 
ric acid has been referred to in this paper as stannic chloride solu- 
tion. Standard solutions ofAnalaR oxalic acid were also prepared. 

The absorption spectra of individual solutions and 
also those of the mixtures were photographed as described below. 
For photographing the spectra Adam Hilger’s Constant Deviation 
Quartz Spectrograph was used with copper are as the source. The 
photographs were taken on Ilford Empress Plates and an exposure 
of one minute was allowed in each case. Different thicknesses of the 
solutions were used for absorption of the radiations by means of a 
Baly’s tube. The experiments were performed at a temperature 
of 25" G. From the photographs the regions of absorption corres- 
ponding to the different thicknesses of the various solutions employed 
were read. The results are recorded below ; 
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p'or the interpretation of the absoiption spectra ic suits the shifts 
in the line 2618 A°.U. were considered. The thicknesses of solutions 
of different compositions retjuired to produce absorption upto this 
region are tabulated below. 


TAflLE (I 

Ratio Sn^^ : GjOd"” “ ^ j Thickness cf solution tn mm 


1 

0 

18 - 16 

1 

0-25 

18-8 

1 

0 10 

18 - 10 

1 

1 -no 

12 - 10 

1 

1*25 

10 

1 

2-0() 

5 4 

1 

2 - 51 ) 

5.4 

1 

2*86 • 

i 

1 

■1 ■ 


I 

4-00 


1 

1 ft 

2 

1 

'j-OO 

2 

1 

oc 

2 


A graph was then plotted showing the change in the required 
thicknesses with change in compositions of the mixture. A perusal 
'of the curve shows that the first break in the curve occurs at the 
point corresponding to 2 of bxalatd for 1 of tin, and this point 
may, therefore, be assigned to the formation of normal stannic 
oxalate. As the forma[tion of stannic oxalate is complete, complex 
formation seems to commence and the formation of the complex is 
finally complete at 4 of oxalate for 1 of tin, where there is the last ' 
break in the curve and then the curve smoothly parallel to the 
axis. Thus we conclude that the absorption spectra also leads us 
to the inference of the formation of Sn(Gs04)s and H4Sn(Gt04)4 
in a mixture of solutions of stannic chloride and oxalic acid, which 
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is in agreement with the results arrived at by the electrical 
conductivity of stannic hydroxide-soluble oxalate system, as reported 
in a previous part of the series^ 
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and (d) that the common self-conjugate of (c) is no else than the A OPQ,. By 
the way, it may be remarked that the propositions (a), (b), (c) and (d) hove been 
demonstrated in such a way as to throw a new light on a certain result, proved in 
the first instance in the author’s on Conies of double oscula^ns’* (to be published 

m the next issue of the 'Journal of the National Aeaiemj of Sciences', Allahabad). 

iNTRODUCnON 

The main purpose of the present paper is to scrutinise the 
peculiar geometrical relations, that subsist between any of the nine 
harmonic polars of a (bicursal) cubic and its Cayleyan. Incidentally 
certain special tangents of the Cayleyan have been leckoned with, 
and the common self-conjugate triangle of a triad of ’cognate’ sextactic 
conics has been talked about and discussed in such a way as to give 
prominence to the relation, which it bears to the polar conic of the 
(associated) point of contact of the Cayleyan and the Hessian of 
the (original) cubic. For the sake of clearness and easy reference, 
certain results, established in my “Note on conics of double osculation 
of a cubic” have been re-stated in this paper. The greater part 
of the results arrived at in this paper is believed to be original. 

Section I 

{Cerlain novel properties of a triad of cognate sextactic conics.) 

Art. 1. It is common knowledge that a bicursal cubic has, in 
general 

(i) 9 points of inflexion {I^}, 

(ii) 9 associated hatmonic polars {£,}. 
and (iii) 27 sextactic points, lying, three by three, on the 9 lines {L,}. 
For felicity of expression, two or three sextactic points, seated on the 
same harmonic polar, will be said to be * cognate ’ to one another, and 
their attached osculating (t. e,, six-pointic) conics will be similarly 
termed * cognate *. Naturally, then, a (bicursal) cubic possesses alto- 
gether 9 triads of ‘ cognate * sextactic conics (real or imaginary). The 
investigation of the peculiar geometrical relations, subsisting amongst 
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the three s^xtactic conics of any of the nine ^cognate' triads is the 
main objective of the present section. For this pur{)ose Cartesian 
analysis, involving the use of oblique axes, will be resorted to in the 
succeeding article. 

Art. 2. Suppose that any one of the points of inflexion [/,] 
of a given bicutsal cubic I is chosen as the origin O of Cartesian 
coordinates, and that the tangent to F at O is chosen as the axis (y=0)* 
If, then, a be one of the three sextactic points (of f), that have O for 
their tangential, and the line 0«, — which is after all one of the 
tangents from 0 to T— be taken as the axis (x ~ 0), the Cartesian 
equation to F can be readily thrown into the form : 

S.y = X®, ... (I) 

where iSaar*4'2 h\y-\-by'^-\-2 gx-\-2fy-\-c~Q, {A^bc—f^=Q) . . . (II) 

is the osculating {i.e., six-pointic) conic of F at a. It goes without 
saying that the Cartesian axes, chosen as above, are in general 
oblique. 

If we now re-write (I) in the form : 

(5 4- 3 X** +3 , . . (Ill) 

and prescribe the condition that the line 

may touch the conic 

5-}-3xx*+3xVH-xy =0, I 

Le.* {a+i\)x*+2{h-\-%x^)xy+{b+),^)y+2gx+2fy+c^0, \ 

we gather 

(i) that the other two sextactic conics iSi, Sit *cognatd with S are 
given by 

•S'ia(fl+3Ai)x*+2(A-|-fXi*)ay»-{-(i-f-Xi»)/-l-?gx-f2j(y+r=»0 (V) 

and 5,38(^+3x,)x*+2(A+iXa“)xy+(i+x,V+2^^+2j(V+<r-0 ...(VI) 
and (ii) that the associated sextactic points and Y— naturally 'cog* 
nate’ with o — are respectively 

provided that the two parameters Xi, Xa are the roots of the quadratic 
in X, viz.. 


/■X*+5x+2H=0. 


• • 


. (viiO 
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Fig. 1. 

As is to be expected, the three 'cognate’ sextactic points a, P, Y are 
situated on the line: 

Sx-\-fy-\‘C=^Qy 

which is none other than the harmonic polar L, appertaining to the 
inflexion 0. 

Appeal to algebraic reasoning makes it plain that the three 'cognate* 
sextactic conics •$!, are representable by the single Cartesian 
equation : 

5+X . . (IX) 

it being tacitly understood that the parameter \ is to take on the 
values 0, Xi, X| in succession. 

Art, 3. Because the Jacobian of any three curves of the neti 

W+mV^nW^Q 

(where £/, F, W are given curves and /, m, a are parametric constantt) 
is the same as that ,IDf V, F, FF,Ve infer immediately from (IX) of 
the preceding article that 

♦ J (S, 5.) 

is the same as the Jacobian of the three conics 

Sx* - and -0, 

" b C 

ahd has therefore for its Cartesian equation 
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ax+hy-{-gt hx+by+f, gx-{-fjf+e 

3* , ~y , 0 

w 






0 


=0. 


This determinantal equation being equivalent to 

i8^+fy+‘^) {Scx^—2Bxj>+2Hy*)=0f 

the logical conclusion is that the Jacobian of the three ‘cognate* sex- 
tactic conics S, Sj^, 5j|, appertaining to the point of inflexion 0, consists 
of the related harmonic polar Z, viz., 

gx+fy+c>~0, . . . ( 1 ) 

and the line-pair (^, JV) defined by 

3cx*-~2Bxy-{-2Hy»^0. ... (2) 

That the first line viz., L should form a part and parcel of the dege- 
nerate cubic 

J (S, S.. sn 

could be foreseen from geometrical considerations It now remains to 
scrutinise the geometrical features of the other two lines Af, N, 

At the very outset we note that the three pairs of tangents, that 
can be drawn from 0 to the three conics as defined by (IX) 

of the foregoing article, are representable by the single Cartesian 
equation: 

(5-f3a)x»— 2 {H-Sl2c\^)xy+cxy^0, ... (3) 

provided that the parameter \ is allowed to assume the values 0, Xi, x^ 
in succession. 


Recognising, then, that thoinecessary and sufficient) cq^idition 
for the two pairs of lines (2) and ^) to be h^monically conjugate is 
that X should satisfy the cubic equation : 

a>-f^A*-|-2/fxB0, ^ 

so that the admissible values of X are, by (VIII) of Art. 2, 0, X], Xa, 
We come to conclude that the three pairs ^ tangents that can be 
drftwn from 0 to <S'i, respectively, constitute an involutory 
system, of whl^ the two focal' lines are determined by (2). Hence» 
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bearing in m‘nd that the harmonic polar L is the common polar 
(line) of the point 0 w.r.t. the three conics S, 5',, we readily realise 
that the line L must intersect the three conics in (three) pairs of 
points, forming an involution of which the two foci (or double 
points) P, Q,are the two points where L cuts Af, JV respectively. 



Because the polar of P w. r. t. any of the three conics (S, goes 

through both 0 and Q,, and the polar of Q, similarly goes through 
both 0 and P and the polar of 0 (viz., L) goes through P, Q,, we 
are squarely led to the following proposition* : — 

The cognate sex tactic conics {S, 5^, S^, attaching to any of the nine 
points of inflexion of a bicursal cubic, possess a common self -conjugate triangle 
whose sides are the three line-constituents of the degenerate Jacobian (S, 

In Sec. II we shall discuss, among other things, certain novel 
geometrical properties of the line-pair (M, JV). 

Section II 

. {Harmonic polars and other special tangents of the Cayleyan). 

Art. 4. If we now look back upon Art. 2 and adhere to the 
same notations and conventions, we may, as before, represent a given 
bicursal cubic T in the Cartesian form 

— *• ... (I) 

* It may be incidentally remarkei that the proposition proved above is but 
a particular phsse of a more general proposition, proved by me in my paper on 
** denies qf double oseulatiotsef a eubie,** The method, adopted in that paper, is 
general, whereas the method outlined as above^ is rather epedal, fitting in with 
the restricted ease. 
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provided that one of the points of inflexion of T is taken as the 
origin 0 and the tangent to 1’ at 0 is taken as the axis {y=0) 
and one of the three tangents (say, Oa) that can be drawn from 
0 to r is taken as the axis (^=0), and the osculating six-pointic) 
conic of r at the point of contact a of this tangent is taken in 
the form : 

Ssax^-}-2hxy+byi-2gx-\-2fy-\-c~0, . . . (II) 



Fig. 3 

Harmonic polar (gx+jO’+c=*0) 

Since the harmonic polar L of the inflexion 0 is 

gx+fy+c^Q, 

the point K, where L meets the inflexional tangent (j*— 0), is 

and the polar conic of this point iv, r. t. f is easily seen to be 

Zcx*—2B:y-\-2Hy*—0. 

This being the same as (2) of Art. 3, the inevitable conclusion is that 
the line-pair {My N), considered in Art. 3, is designable as the 
(degenerate) polar conic of the point K. A part of this result could 
have been anticipated from general considerations. For the polar 
conic of the inflexion 0 being compounded of two lines (viz., the 
inflexional tangent and the harmonic polar L) crossing each other 
at IT, the polar conic of K must reciprocally be a pair oflines> 
crossing eadi other at 0. 
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We may now, on the strength of other results proved heretofore, 
summarise our conclusions in the form of a theorem: — 

Theorem A. Tht 27 sextacHc conics of a bicursal cubic T can bt 
distributed into 9 triads of ‘ cognate * conics^ attaching respectively to the 

9 points of inflexion {/,.}, (r-1, 2, 9). Further the three * cognaU' 

{sextactic) conics related to any of the 9 points of inflexion {say. If.) , possess 
a common self-conjugate triangle, whose sides consist of the hormomc polar 
{Lf) of If and the two line-constituents of the {degenerate) polar conic (w. r. t. f) 
of the point Kf {on the Hessian), conjugate to If. 

Relying upon the known lemma that the system of polar conics 
{w. r. t. a given bicursal cubic T) of the oo^ points, situated on a given 
right line (say, a) ^I'm a ‘ pencil *, whose four common points are the 
(four) poles of Aj we promptly perceive, on referring to Fig. 3, that 
the four poles of the inflexional tangent OK are the four points 
of intersection of the two line-pairs : 

{OK,L) and {M,Ji). 

Hence the foxir poles of OK consist of 
0 (counted twice), 
and P, (each counted once). 

We may accordingly enunciate Theorem A in the following 
modified form: — 

Theorem B. The 27 sextactic comes of a bicursal cubic £ can be 
divided into 9 triads of * cognate * conics, attaching respectively to the 9 points 
of inflexion {7^}. Furthermore the three * cognate * {sextactic) conics of the 
triad related to any particular point of inflexion {If) adntit of a common self- 
conjugate triangle, whose vertices are the three distinct poles of the {inflexional) 
tangent to £ at If. 

Art, 5. Referring again to Fig. 3 we notice that 0, K being 
a pair of *conjugate poles* on the Hessian F, the joining line OK must 
be a tangent to the Gayleyan (a). Besides, each of the two lines M, Pf 
((.«., OP, OQj) must be a tangent to o, seeing that the two lines, 
taken together, constitute a degenerate polar conic of £ (Art 4). Thus 
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OPy OQ, and OfC must all touch n Now n must be a curve of the 
third class and s*xth degree, for F is a bicursal cubic. So we have in 
a way ascertained all the three tangents (piz.t OP, OQ^ OX") that can 
possibly be drawn from the point 0 to the clas^-cubic F. 

If we now look for the actual points of contact (with o) of the 
tangents OP, 0(1,, OK as also L, we have to bank upon the following 
wlel-known lemmas* of Higher Plane Curves, viz., 

(i) that, if Y, 5 be a pair of conjugate poles on the Hessian F' 
of a (bicursal) cubic F, the foui points of contact, (with 
the Cayleyan o) of the two line-pairs, representing the 
degenerate polar conics of Y, & will lie on a right line 
(say, 2) ; and 

(it) that the line-pair (2, Yb) constitutes the degenerate 
polar conic oi the third centre of the quadrangle, 
formed by the four poles of the line Yb (the 
other two centres being, of course, the points Y, b them- 
selves). 

What is needed now is to apply the two lemmas (t) and (it) 
to the special pair of ‘ conjugate poles ' (on F'), viz., 0 and K. 

In the concluding portion of the previous article it has been 
shewn that the quadrangle, made up of the four poles of the line OK 
reduces practically to a triangle viz., OP(l, so that the three centres 
of this ^generate quadrangle consist of 

0 (counted twice) and K 

Consequently, the third centre of the quadrangle — as contemplat- 
ed in lemma (ii) — is none other than the point of inflexion 0, whose 
(d^enerate) polar conic is the line-pair {OK, L), 


* Vide Ba net* t'CNHef end Quartks* (l>t edition) Art. 119 (Ch. V), 
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Hence the line of collinearity — as guaranteed by lemma (i) — of 
the four points of contact (with o) of the four lines 

OP, Od, {OK) and £ ... (I) 

is the right line L. Palpably, then, the actual points of contact of 
these lines (with n) are respectively 

P,(l,K and R, ... (II) 

the last-named point A, being, of course, a cusp (of o), the tangent 
where at is the harmonic polar L. The adjoining fig. 4 gives a rough 
idea of the configuration of the several points and lines, that figure in 
the above discussion. 

Apropos of this, it may be remarked that, being an order-sextic 
0 must cut an arbitrary right line — ^not excepting L — ^at six points 
(real or ixnaginarv). What has been proved heretofore indircttly 
amoun ts to saying that the six pointsqf intersection of the harmotM polar L with 
theCayl^an consist qf the cusp R {counted thrice) and the three simple points P,d 
and K. It is scarcely necessary to add that similar properties must 
hold in respect of the hexad of intersections of the Gayleyan o with each 
of the remaining eight harmonic polars. 

Now according to a well-known lemma, the line OK touches the 
Hessian /" at tlie point K, so that f and a touch each other at K, the 
jdmmon tangent thereat being OiT. Inasmuch as each of the three 
sides of the triangle points of contact being 
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located on the side PQ,), we may, in a special ienstf speak of OPQ, as a 
triangle, circumscribed about n. Hence we are justified in re-stating 
Theorem A or Theorem B in the following alternative form: — 

Theorem G. The ay sextncHc conies of a bicursal cubic T can be arranged 
into 9 distinct triads, associated respectively with the 9 inflexions of the type {/„}. 
further the three ^cognate' (sextaciic) conics, belonging to each of these triads, 
hostess a self -conjugate triangle, circumscribed about the Cayley an. 




STUDIES IN THE OPTIC 4L ROTATION OF ABIETIG ACID. 

Part I Optical rotation in cyclohexane and its derivatives. 

S P. Mitra 

(dEPARIMLNI of LHtMISrRV, UNIVERSITY OF ALLAHABAD.) 

(Rccchcd oil July 7, IS4y ) 

The work on the chemistry of rosin dates back to 1826 when 
Baupe^ first showed that it contained crystallizable acids. A large 
amount of work has since been published on the rosin acids and on 
their relation to the original composition of rosin. Acids of different 
physical properties have been isolated by different investigators and 
variously named abiotic, pimaiic, sylvic, sapinic etc. The empirical 
formula of these acids were first determined as C3oH<io02 by Tramms- 
dorf*. Kcmner* found that the chief constituent of French rosin is 
pimaric acid whereas th- chief constituent of American rosin is abietic 
acid. Mitra and Ghatak* and Rau and Simonsen* have established 
that abietic acid is the chief constituent of Indian rosin from Pinus 
longifolia. The physical properties of abietic acid depend upon the 
method of preparation and purification but the chemical properties 
are independent of the same". 

Abietic acid was prepared from the best quality Water White 
rosin from Pinus longifolia from Jallo Rosin & Turpentine Factory, 
Lahore, by distillation in super-heated steam*. Great care was taken 
to use freshly powdered sample of rosin, for powdered rosin on storage 
gets oxidised. 

M. P. 160-63"C 

Anal : Calculated for C^oHsoOi C— 79*47 H 9*93. 

Found C--79-02 H— 10'22, 
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The acid was stored as sodium tetra-abietate and was regenerated as 
needed from the salt. 


Paul Drude’ gave a general equation for rotatory dispersion 


Each term of the summation has two constants, A* (rotation constant) 
and Ao* (Dispersion constant;. 


Rotatory dispersion may be classified as “Simple” or "Complex” 
accordingly as they can or cannot, be expressed by Drude’s one term 
equation 


[a] = 


K 

- Xo^* 


The abtetic acid isolated from Indian rosin was found to obey 
the simple dispersion formula exactly in solutions in cyclohexane and 
its derivatives. 


Very pure samples of solvents were used in these experiments 
and the solvents were further purified by distillation. Exact strai^t 
tines were obtained (Fig. 1.) when ]/[a] was plotted against This is 
a sufficient proof of the rotatory dispersion being simple. But more 
stringent numerical tests have been applied and the values are recorded 
in tables 2 and 3. The difference between the observed rotatory 
power (o) and that calculated (c) from the dispersion equation are 
within the limits ot experimental error allowed in such measurements. 


Generally the deviations lie between ± 0*03° but for Hg^,, a 
difficult line to read, this difference lies between 

The specific rotatory power of abictic acid for Hg 43 M in 
different solvents are given in table I. 


The influence of the solvent on the rotation of an optically active 
substance has been the subject of repeated investigations, Walden* 
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established that there exists a connection between the osmotically 
determined molecular size and of the active solute and its rotation in 
the same solvent. The relationship between the degree of associatuA 
and the rotation is not, however, revealed in a simple parallelism but 
each constituent of the solution exercises a constitutive influence on 
the value of rotation. Nernst” and Meldrum and Turner*^ showed 
that the dielectric constant of the solvent was the controlling &ctor on 
optical rotation apart from any chemical action. 
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Tabu 1 


Solvent 

, Dielectric 
constant 

['T’ 

K 

K 

A“.U 

Disperiion 

ratio 

1. Cyclohex'^ne 

2 05 

—21-46 

5-14 

2429 

1*831 

2. Mcthy] cyclohexane 

210 

-18-22 

4 34 

2436 

1-825 

3. Cyclohexanol 

15*00 

-62 04 

14 86 

2426 

1-829 

4. Methyl cyclohexanol 

• 

—61-28 

14 69 

2419 

1 825 

5 Cyclohexanyl i.cetate 

• • 

'—49 10 

11-75 

2429 

1-826 

6. Methyl cyclohexanyl 
acetrte 

1 

--44-95 

1 

10-73 

2431 

1-829 

7. Cyclohexanone 

18-20 ' 

—66 07 

15-79 

2429 

1 826 

8. Methyl cyclohexanone 

! 

61-97 

*14 88 

2410 

1-817 


Rule" found that an increase in polarity of the solvent decreases 
the rotatory power, although for some optically active compounds the 
reverse occur. 

According to Debye dipole association occurs between the polar 
molecules. When association of this kind occurs between a dipole in 
the optically active solute and another in the solvent, the field of 
force within the active molecules will be weakened and the contri- 
bution of the dipolar radical to the total optical activity of the 
molecule will be reduced. The more powerful the dipoles in the 
solvent^ the greater will be the degree of dipole association between 
the solute and the solvent and the greater the observed change in 
optical rotation. With weakly polar solvents, solvation may lead to a 
t^dency jfor the solvent dipoles to become loosely oriented towaids the 
solute moiecules giving rise to minor effects of the same kind. 









Temperature - 25"C 


Solvent 


Cyclohexane Methyl cydohex 


Concentration grami/lOO 


2 M24 


2 4420 


Galcul ted 



5 141 

“A^-0 05900 
0 2429 


4 ^ 

*•‘-0 05934 
0 2436 


Imc X 

Obi[aJ 

Cal [a] 

Dili 
o c 

Ob»[*] 

Cal r«i 

Hg 4358 

-39 30 

-3t 2j 

+0 05 

-33 26 

33 29 

Li 4603 

33 64 

33 66 

~oo> 

28 52 

98 51 1 

Cd 4678 

32 n 

32 Ij 

-0 01 

27 2b 

27 23 

Gd 4800 

30 03 

30 00 

+003 

25 37 

25 41 

Cd 5086 

25 76 

25 74 

+0 02 

21 84 

21 79 

Cu 5106 

25 53 

25 49 

+0 04 

21 55 

21 58 

Cu 5133 

24 90 

24‘88 

+0 02 

2108 

21 07 

Cu 5219 

2411 

24 09 

+0 02 

20 44 

20 39 

Hg 5461 

21 46 

2149 

-0 03 

18 22 

1819 

Cu 5700 

19 35 

19 33 

+0 02 

16 32 

16 36 

Hg 5760 

18 72 

18 69 1 

+C03 

15 80 

15*81 

Na 5893 

17 88 

17 85 1 

+0 03 

15 06 

13 09 

Li 6104 

1640 

16 41 

-0 01 

13 90 1 

13 87 

Cd 6438 

1450 

14 47 

4003 

12 30 

12 24 

Li 6708 

13 11 

1315 

-0 04 

11 12 

11 13 


No mut rotation 

No mutarotat 
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The sequence of decreasing rotatory power of abietic acid in 
cyclohexane and its derivatives are as follows : Cyclohexanone > 
Methyl cyclohexanone > Cyclohexanol > Methyl cyclohexanol > 
C/clohexanyl acetate > Methyl cydohexanyl acetate > Cyclohexane > 
Methyl cyclohexane. 


The sequence of decreasing or increasing rotatory power docs not 
run strictly parallel with that of the dielectric constants of the solvents. 
In spite of this some parallelism can be tracted between the rotatory 
power of abietic acid and the dielectric constants of the solvents in 
which the rotatory power is determined. 


The above mentioned sequence of decreasing rotatory power in 
different solvents are derived from the rotatory power data for 
Hgaioi (Table 1). The choice of this wavelength is purely arbitrary. 
The same sequence was found to hold good for abietic acid with other 
wavelengths. But this is not true for all optically active substances 
It is, therefore, necessary for any strict comparison of rotatory power 
of a series of compounds that the effects of dispersion should be elimi- 
nated. This elimination is neither very easy nor very safe when the 
dispersion is complex, but whenalincar relation is found to hold good as 
in this case, the extrapolation is both simple and accurate. In this case 
when the simple dispersion formula holds good, the effects of dispersion 
can be eliminated completely by using the rotation constant K of the 
one term equation of Drude as a measure of the absolute rotatory power 
of the medium. It refers to a wavelength X where X*— X©*-* 1 square 
micron and is not much greater than 10,000 A. U. The longest observed 
wavelength in these measurements Li and an extrapolation from 
it to about 10,000 A.U . is easily permissible in view of the linear nature 
of the dispersion equations obtained from these measurements. Hence 
the values of iT, the rotation constant as a measure of the absolute 
rotatory power of the substance are given in table 1. It would be 
found that the sequence of rotation constant K is the same as the 
(^tical rotation. 
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Xo’*, the dispersion constant in the Drude’s equation represents the 
square of the wavelength of the dominant absorption band controlling 
the Optical rotation. 

Pickard and Hunter “ found that the lolatory dispersion of 
</-Y “ nonyl nitrite could be expressed by the equation 

0-76 0*43 

X*-0-135 x'-* • 

The dispetsion constant Xo*“0‘l 35 corresponds with a charac- 
teristic wavelength Xo — 3680A. U. Direct measurements of absorption 
revealed a maximum at 3670 to 3720 A. U. in good agreement with the 
wavelength deduced from measurements of rotatory dispersion. It, 
thus, appears that the characteristic absorption bands which rotatory 
dispersion equations predict have a real existence 

The characteristic absotption band Xo for abietic acid in different 
solvents as obtained from measuiements of rotatory dispersion are 
given in table 1. 

The structure I was assigned to abietic acid from a study of the 
oxidation products but Ruzicka, Sternbach and J^er'* produced the 
mqst unequivocal chemical evidence for structure II which is now 
generally accepted. 



Confirmatory evidence for structure II is supplied by Woodward’s 
calculations^* of the absorption spectra for normal conjugated dienes 
(the double bonds not lying in one ring). X|m« (calculated) for struct 
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ture II is 2420^5 A. U. and for abietic acid observed by different 
workers by actual measurements of absorption are given below. 

Kraft« ... ... ... 2375 A. U. 

Harris & Sanderson^® ... ... 2410 A. U. 

Sanderman^’ .. ... ... 2400 A. U. 

The values of absorption maxima obtained from rotatory disper- 
sion measurements are found to be in very good agreement with the 
values obtained by actual measurement of absorption and with that 
calculated by Woodward’s method. 

The dispersion ratio is found to remain constant at 1’826. 

It has been first observed by Dupont, Rouin and Dubourg*" 
that the specific rotation of the rosin acids depend not only on the 
solvent used but also on the concentration in the solvent. Georgi** 
also observed the same phenomena. More systematic work on this 
point was undert aken in this laboratory and the result obtained for the 
rotation of abietic acid in different solvents are represented graphically 
in Figures II, III & IV. All the rotations measuied are for Hg 84 ei 
at 25°C. 

It is well known that mast organic acids like benzoic acid are 
very strongly associated even in a dilute solution. It has been found 
that the electronegative group COOH confers the power of associa- 
tion to organic acids. Dupont, Rouin and Dubourg^" have fouHd from 
cryoscopic measurements that abietic acid is associated in alcohols. 
Moreover alcohols have been found to be the best associating solvent. 
They are themselves associated in solutions and when they act as 
solvents have the power of influencing the associating power of organic 
acids dissolved in them although this effect is least with alcohols as com- 
pared with other associating solvent. Moreover, combination between 
solute and solvent also take place which has the effect of reducing the 
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concentration in grams per 100 CX SOLUTION 

Fig .11 
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amount of free solvent thereby concentrating the solution leading to 
a change in optical rotation. The results obtained for the optical 
rotation of abietic acid can easily be explained on the above basis of 
association and compound formation and subsequent dissociation of the 
complex molecules. With Cyclohexane, Methyl Cyclohexane Cyclo- 
hexanone Methyl cyclohexanone, Cyclohexanyl acetate, Methyl cyclo> 
hexanyl acetate there is a gradual increase of specific rotation with 
increasing concentration. But with cyclohexanol and Methyl cyclo- 
hexanol there is a gradual increase of specific rotation with increasing 
concentration up to a certain limit beyond which the specific rotation 
decreases. This point corresponds where the dissociation of complex 
molecules between solute and and solvent begins. 
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Introduction 

Absorption measurements in liquids have generally been made 
at frequencies ranging fVom4 to 15 megacycles where the absorption 
is fairly large. We have studied the absorption in Benzene, carbon* 

^ tetra-chloride, transformer oil and acetic acid at 1*46 and 4 m^facycles 
'Vth the help of an Ultrasonic Interferometer. 

It is well known that when elastic waves travel in a liquid 
medium, an attenuation is produced due to viscosity and heat conduc* 
tion which has been worked out by Stokes (1845) and Kirchoff (1868). 
Value of attenuation coefficient ranging from 1500 to 3 times the 
calculated values have been observed [Willard (1941) Pellam (1946)] 
in some unassociated liquids in the range from 4 to 15 megacycles but 
attenuation coefficient is found to be strictly proportional’ to the 
square of the frequency in agreement with the formula of Stokes and 
Kirchoff. In highly viscous liquids Hunter (1941) finds that the observed 
value of attenuation coefficient is the same as the calculated one. 

It may be stated that Stokes and Kirchoff’s formula becomes 
inter&romee in the ne^hbourhood of absorption frequency although 
tance of the reflector t 
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it remains true fbr frequendea much larger than the absorption 
frequency. 

We have verified these results for frequences 1‘46 and 4 Mcs. where 
the absorption is low and difficult to be measured. Transformer oil 
which has been studied for the first time is &irly viscous liquid (j;i"«'051) 
and we have been able to verify the results given by Hunter. For Acetic 
Acid our results agree with those obtained from the theoretical curve 
of o/JV against A", where jV is the frequency of the sound wave, given by 
Pinkerton (1948). 

Description and Working of the Apparaius 

A quartz plate which is driven by an alternating e.m f. of con- 
stant amplitude acts as a source of sound and is placed in the lower por- 
tion of a Cylindrical vessel in such a way that its radiating face is para- 
llel and opposite to a movable reflector which can be moved by means of 
a micrometer screw. As the reflector is moved towards or away from 
the source, the current in the standard circuit to which the crystal plate 
is connected in parallel shows periodic changes which are easily meas- 
urable with a thermocouple meter. At resonance points the meter shows 
sharp peaks situated one-half acoustic wavelength apart. As the 
firequcncy can be determined with the help of hetrodyne wavemeter, 
the^ velocity of sound becomes known. The absorption coefficient is 
determined flrom the decrement of the reaction. 

The chamber wall is a section of brass 'tubing 1/16" thick, 4" in 
diameter and 10" high. The crystal support and the micrometer 
screw with its attached reflector were made a part of the upper plate 
in order that careful alignment of the crystal and reflector could 
be n^ade before it was placed in the chamber. 

' The crystal mounting as shown in (Fig. 1) was designed to hold 
the jsystal in place with a minimum of m^anical friction ti its osdlla- 
tiovt and to provide an insulated support for leadii^ the r* *' 
fi?bq|ieney driving voltage to die lower surdice of d>^ ''^vstal. 
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The lower electrode which consists of a plane rectangular brass 
strip rests in a ebonite cavity and soldered to the lead in the middle. 
The upper electrode is earthed. The whole mounting is provided with 
three levelling screws to maintain parallelism between upper surface 
of the crystal and the reflector. 



The driving frequency stabilised oscillator, buffer amplifier and 
the resonance circuits as shown in (Fig. 2) are the standard ones. 
The oscillator is a frequency stabilbed crystahcontrolled oscillator. 
Ihe amplifier is a radio flequency tuned plate amplifier the input of 
which is coupled to the tank circuit dirough a condenser of *001 /tfd. 
The advantage of having a bufifer amplifier in between the oscillator 
and the interferometer is the reduction of the efiects of load variations 
on the frequency of the oscillator. The power at which absorption is 
to be studied can be studied at will by varying the coupling be|ween 
the resonance circuit and the output of the amplifier. 

A series of observations recording maxima and minima of current 
finr V9riou8 positions ofthe reflector as it is moved away from thesource 
are taken. Leto** (ijl) where *«* is the value of current in the output 
resonance circt^t and / is the maximum value of V at resonance with 
interfbrometer disconnected. A curve is plotted between <r ahd tiie dis- 
tance of the reflector from the source. The curve shows a series of 
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values of situated one-half acoustic wavelength apart. That 
attenuation coefficient a may be calculated from the relation given 
Fox (1937) between the values of r and 

r« ~ hc-onst, (1) 

^ 1 ^mm 

where a is the attenuation coefficient and e and s are interfcrrometer 
constants which can be determined. Plotting (1 — Omm) against r 

we get a st. line whose slope gives the value of a. 




The value of depends upon the paiallelism between crystal 
and the reflector. It may be argued that since we arc measuring very 
small distances of the order *005 cm, a lack of parallelism between die 
crystal and the reflector due to motion of the latter will introduce errors 
in the value of 0 ^^} check the source of error due to this cause 
we have obtained the values of current for any position of the reflector 
for serveral independent settings. These are given in Table 1 and it 
may be seen that the maximum variation in the current does not 
exceed *7%. We have therefore taken the mean for several such obscr* 
vations to obtain the value of Omm itas been (flg. 3a) obtained by 
plotting or (ijl) and r. The minimas are quite sharp. The pdhti on 

tiiO curve between — and r foil almost on a st. line as diown in 

f * * ’"C’lnm 

Fi|(. (3b). This also shows that the error due to lack of paralldiiin 
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M tbe reflector is moved is n^g^ble small. Table 1 gives the obser 
vatkKU for Benzene. 


BENZENE 
FHEQUENCY \0M 





0« 0<^ Ot> 0* 0 



Fig.S(») 



G^itasvA SBAEAif VInuu 
Tabli I 

Least count of microffleter screw *0002 m, 

*t’ current at minimas 
V distance of the reflector firom the crystal. 



The following table shows the values of absorption as well as the 
velocity of sound waves eperimentally obtained in Benzene, carbon- 
tsetnucfalonde, transformer oil and Acetic Acid at 1*46 and 4 Ma. with 
the help of formula (1). The wavelength has been measured as the 
dista^es between two successive minimas. 
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Table 2 







1 


HTTO 





A 


1 o/n*X 

Velo- 

lof a/N* 


Liquid 

Frcq. 

Temp. 

Measur- 

a (Cm"*) 


city 

obtain- 

Reference 



ed 

1 Sec* 

metre/ 

ed by 






1 

1 

Sec 

others 


Benzene 

I-4€Mc. 

23“C 

•0904 

•«. 


1320 

923 at 

Gregg (1941) 




cm 




207 








1 Me. 


» 

4Mc3. 

23-2*C 

•0905 

•15 

937 

1321 

863 at 

Baumgardt 


1 


cm 





(1937) 

Carb(Hi-J 








tetra* 

l"46Mc. 

23-6'’C 

•0635 

•on 

507 

928 



chloride 



cm 




■ 


IS 

4 Mcs. 

24"G 

•0637 

•083 

520 

980 

553 at 1 

Willard 




cm 




4-4 Md 

(1941) 

Tram* 

fonner 

l-46Mc. 

23-4'’C 

•0879 

0021 

104 

1284 



oU 



cm 






>1 

4 Mcs. 

23*2‘’G 

•0880 

•0169 

106 

1286 






cm 






Acetic 







extra* 

Pinketron 

Acid 

1-46MC. 

23“C 

•0843 

•16 

7619 

1231 

polated 

(1948) 


1 1 

1 

cm 

1 




2240 at 

Pinkerton 


4Mc8.'23-3“C 

1 

1 -0858 

! 

34 


1253 


(1948) 


Benzene has been worked by several workers namely Gregg 
(1941), Baumgardt (1937). Glaeys Errera & Sack (1936)) Rieckmann 
(1939), Bazulin (1937) Ldndberg (1940), and Pellam and Galt (1946). 
The values of (a/jv) x 10^’ for Benzene obtained by different workers vary 
from 800-1 157, although a large number of diem have found a value in 
the nei^bourhood of 920. As no frquency effect on absorption can 
be expected at such low frequencies, this difference appears tb be due 
to impurity of Benzene and experimental errors. The values' e/AT* 
quoetd In the last column have been chosen because the author worked 
close to die frequencies used by us. 


For carbon*tetra«chloride, Biquard (1935) and Pellam (1945) 
give a value close to 530 i^e Willard gives a vatoe of 570 and 
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Parthasarthy — 421, 492. 632. Our value is close to Biquavd and 
Pellam. 

Transformer oil has not been wcxrked out previously. 

Acetic Acid has been studied by Bazulin (1935-37) and Pinkerton 
(1948) at several frequencies varying from 4 Mcs. to 15 Mcs. and 
they have plotted a curve between a/JV and log ^^(Fig. 4) where AT is 
the frequency of the sound wave. The curve is almost a st. line in the 
r^on 30 Mcs. to 100 Mcs, the value of (o/Ar*)x 10^’ being 160. For 
frequencies below 30 Mcs. t e value droots up, being 400 at 15 Mc^ 
600 at 10 Mcs., 1000 at 7 Mcs., and 2240 at 4 Mcs. They have further 
extrapolated the curve below 4 Mcs. by using the fijrmula of 
Kneser (1938) and thus they diow that there is an absorption 
frequency close to 2 Mcs. Our value of (a/JV*) x 10^’ at 4 Mcs. agrees 
with their experimental values as obtained from their experimental 
curve. Tlie value at 1‘46 Me. obtained by us also agree with the 
value obtained from their extrapolated curve. 

Using the Stokes* and Kirchoff’s formula we have calculated the 
value of (a/JV*) x 10*’ for transformer oil. It comes out to be 96 in 
good agreement with our observed value. This shows that the 
viscosity effect is most predominant in sound absorption in transformer 
oil and that the Stoke’s formula holds good for viscous substances 
(fi--051) 
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Received on September 5, 1949 

Some eleven years ago the author published a paper (1) (1938) 
under the above heading ; since then considerable amount of experi- 
mental analysis of the tone quality in different registers has appeared. 
These results combined with Miller’s Classical work (2) (1926) have 
enabled the author to check the theory, and the present paper gives 
an account of the theoretical work in the light of the experimental 
work. Considerable light is thrown on the performance of the reed 
with regard to the tone quality and the presence of even harmonics. 
We assume as before a uniform of the air chamber, length /, radius 
a, and neglect radial vibrations in the pipe. We represent the solu- 
tion of the wave equation for plane waves for excess pressure p by 
Heaviside’s method at any point » measured from the mouth as 


A*«?i8inh~ x+,^cosh Jx 


(1) 


where «r-« ^ ; c velocity of sound. The particle \clocity u is given 
at 


-f 

dx 


by opu 

i.e. tt— — “l^lvicosh^x-fijtsinh-jxl. 

Hence at * — 0, — »ji» and u — — m/rp 


( 2 ) 


and, 




cp < 


fijjsinh 


17 } cosh J /+ 1 J* sinh 

Mfhere and »], cq)re8ent the pressure and pavticle velocity at x»l 
die open end. The impedance due to die vvaves that spread out in 
the open atmosphere is represaited for small values ofka adiCTe 
Atti2«/A*-*die where A is the wave length, 
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:Z^ep{R+jX} ... (4) 

i?-A«a*/2; X-^8kal3w 

Writing R' for {R-{-jX) for the sake of brevity we find 
R' sinh- Z+cosh * I 

3-- z iT ... (5) 

A'cosh-Z+sinh ~ Z 
c c 

on equating (3) and (4). The flow velocity u through the chink in the 
reed will be given by 

. . (6) 

where P it the blowing pressure, p the pressure in the month; jfp 
represents a permanent displacement of the reed; this represents a 
permanent opening, and y the varibale displacement measured 
positively outwards; if— conductivity of the opening. K will have 
the dimensions of {LTJAi), and is supposed to be small. A complete 
solution of (5) in combination with (6) is very dilBSicult, at the first 
instance we neglect^ in (6) in comparison with we assume to be 
small with respect toj*«, then on substituting the values ofpanda 
from (2) we get 

— — ’IS* 

O ^ 

And substituting the value of from (5) we gtt 

*18- f ^ 

, ii'sinh - Z+cosh - / 

- 1+ , c g . 

^ R’ cosh * Z-l-sinh ^ Z 

c c 


This represoits Heaviside’s solution, aqd it will be interpreie ' 
by the expansion theorem, according to which vdll be given ^ 


m-i.-ew 


j iZ^sinh^Z+cosh 

^^^iTcoshJz+siiih 

€ 


W 
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and ®fc being the roots of 

1 ^ ; £_I t .• 

■^^^/?'cosh^/+sinh 

c c * 

Two cases arise (1) if JT' is large i. e , the mouth is wide open, then we 
get the imaginary roots 

sin ' '=*0 

c 

where tan this gi\ es (o/'/r otjt, whcic m is any integer, and 

/'»(/+o). 


If K' is small then we find cos {tol'jc) =0 

i.e. <ol'lc= ^2 > being an odd integer, and X,„—4//»i. 


We write 

, flt =« 

where a is the radius 

of the pipe. This holds good for small \alues of^a<l 




y *■ QjmKcp. 

Hence 

oi)j-ir<?/2/' (11) 

iS'q represents the sum of a finite number of terms in m*. Thb sum 
will have small value. In order to determine^ we observe that the 
equation of motion of the reed 


(o**f 

'where A effective surface of the reed, and Af its effective mass 
redresents its natural frequency. 

where (h mAPQJM. substituting this value of^ in (1 1) we get 


a/2ir 

( 12 ) 
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Cl,j3W 


w"*** 




+ 




weak even 


I ^jmo>i 

harmoma-^;(,.f*j;^,J 

where it is assumed n-^SiDxi •S'} represents the sum of all the possible 
terms that are not periodic. The terms containing |3* may be neg- 
lected. Similarly in the cosine series the terms containing (n* — 
in the denominator where n^mcO}, will be important and have to be 
retained and the rest may be neglected. Thus finally we shall have 
* D^fc 1 “O'V cos WOO}/ , cj»Vsini»<D,/ 


—weak even harmonics— 


Q.ic*y 1 

97<o»i*Tn*-9W)J 


It will be noticed that the coupling of the chink thiough which air is 
blown at a constant pressure with the aii column is sufficient to 
maintain the vibration of the air column. In the case of a vibrating 
reed having a very high natural frequeucy of vibration it does help 


in the manner expressed by the term means that at 

the initial stsige the compression al wave starts with the chink partially 
widened and when it reaches Iback after reflection from the open end 
as rare&ction, the reed has performed four and a half vibration and 
it has a nq^ative displacement i.e., towards the flat table closing the 
chink partially, This helps the reflection of the rarefaction firpm the 
partially closed end ; at this instant the coupling of the mouth piece 
with the vibrating air column has suddenly altered the pressjlire to a 
negative value. When the rarefaction reaches back as compression 
after reflecdon from the open end, the reed has performed another 
font and a half vibration, and at the instant the reed has positive 
dis^cement i.e., the chink is widened. The widening of the 
alldfwi more air to enter the mouth piece and the compressional pre- 
ssure is increa^ It wiil be noticed that the reed performs forced 
Yfi^tion at a firet^uency and in order to psaintaip 



163 


Thoiy of the Clarionet 

\ ibration, this condition has to be realised. The reed has only one 
iidtural frequency on account of its chiseled shape. In practice the 
musicians adjust the frequency with care so that the frequency of 
teed is in agreement with some odd component of the clarionet. 


The flow of air is obtained easily from the results that 

U= p ~ p 

Since we sum only upto 1 , the summation will not give us infinitely 
large value It will be noticed that the second term will vanish in the 
absence of vibration of the reed, and then the 
( oupling term 

^ ^OT*sin n^it 

2Li moi>i 

will remain and will be sufficient to maintain the vibration of the aii 
column The presence of m* in the numerator lends to the belief that 
the flow velocity series will become divergent i. e. will give a very 
large value by taking w large Since we sum up to m— 1 i.e. 6 terms, 
the presence of the factor does not allow the summation to obtain 
infinitely large value for the sum. These results hold good as long 
as ka<l. when ka^l then z in (4) will be more complex, and all our 
formulae will fail to represent the true facts. In actual prectice 
harmonics up to m— 11, have been analysed and for pipes of small 
bore ka<.l, and then the summatian of the important terms will give 
a small finite value. 


The effect of vibration of the reed is mainly upon thei quality of 
the note. It will be noticed that in the absence of vibration of the 
need, the pressure changes will practically be given by* the sum 
' Ssinmttjf/mtDj. This summation will give nearly a constant positive 
pressure with small fluctuations when six or seven terms are cons^er* 
ed in the summation viz from m 1 to m 11, over a half cycle, and 
then suddenly changes to a negative value with similar fluctuations. 
il\t the epd of the complete cycle, the pressure again rises suddenly 
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1 ^ 

to a positive value. These changes are practically discontinuous. 
But die vibration of the reed through the terms 

introduces larger fluctuations of pressure within the half cycle. The 
near n is to m®}, the greater will be the modulations of pressure and 
hence more of harmonics will elicitednear In general n ii large- 

er sayn'*^9®i; under these circumstances all those odd components neai 
9®i will be excited. It is possible to fix the value of » by adjusting he 
vibrating length of the reed, or by slight alteration of the same by the 
pressure of the lips upon the reed. Thus it will be noticed that |>layei 
can control the ton quality at pleasure. 

The presence of weak even harmonics or a strong component corres- 
ponding to the natural frequency ol the reed is easily brought about 
by the product terms which contain an abundance of weak even 
harmonics. Another point to be noticed is the dependence of the 
amplitude of the components on T' 
j. e. {ro-APl 



Figure I 
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